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DUAL SELECTIVE DEPOSITION

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application 1s a continuation of U.S. application Ser.
No. 16/594,365, filed Oct. 7, 2019, which 1s a continuation
of U.S. application Ser. No. 16/100,855, filed Aug. 10, 2018,
now U.S. Pat. No. 10,443,123, which 1s a continuation of
U.S. application Ser. No. 14/687,833, filed on Apr. 15, 2015,
now U.S. Pat. No. 10,047,435, which claims prionty to U.S.
Provisional Application No. 61/980,373, filed Apr. 16, 2014,
cach of which 1s hereby incorporated by reference in 1its
entirety.

BACKGROUND OF THE INVENTION

Field of the Invention

The present application relates to selective deposition of
two materials on two different surfaces of a substrate. In
particular, a first material 1s selectively deposited on a first
surface ol a substrate relative to a second surface and a
second material 1s selectively deposited on the second
surface of the substrate relative to the first surface.

Description of the Related Art

Integrated circuits are currently manufactured by an
claborate process 1 which various layers of materials are
sequentially constructed in a predetermined arrangement on
a semiconductor substrate.

The predetermined arrangement of materials on a semi-
conductor substrate 1s often accomplished by deposition of
a material over the entire substrate surface, followed by
removal of the material from predetermined areas of the
substrate, such as by deposition of a mask layer and subse-
quent selective etching process.

In certain cases, the number of steps involved 1n manu-
facturing an integrated surface on a substrate may be
reduced by utilizing a dual selective deposition process,
wherein a first material 1s selectively deposited on a first
surface of a substrate relative to a second surface and a
second material 1s selectively deposited on the second
surface of the substrate relative to the first, without the need,
or with reduced need for subsequent processing. Methods
are disclosed herein for dual selective deposition of a first
material on a first surface of a substrate relative to a second

surface and a second material on the second surtace relative
to the first surface.

SUMMARY OF THE INVENTION

According to some aspects of the present disclosure,
selective deposition can be used to deposit a first material on
a first surface of a substrate and a second material on a
second surface of the same substrate. In some embodiments
atomic layer deposition (ALD) type processes are used for
selective deposition. In some embodiments chemical vapor
deposition (CVD) type processes may be used for selective
deposition. In some embodiments a metallic material 1s
selectively deposited on a first surface of a substrate and a
dielectric material 1s deposited on a second surface of the
same substrate. In some embodiments a first metallic mate-
rial 1s selectively deposited on a first surface of a substrate
and a second metallic material 1s deposited on a second
surface of the same substrate.
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2

In some embodiments a first material 1s selectively depos-
ited on a first surface of a substrate and a second material 1s
selectively deposited on a second surface of the same
substrate without an airbreak 1n between selective deposition
of a first material and selective deposition of a second
material. In some embodiments a first material 1s selectively
deposited on a first surface of a substrate and a second
material 1s selectively deposited on a second surface of the
same substrate 1n the same reactor. In some embodiments a
first matenal 1s selectively deposited on a first surface of a
substrate and a second material 1s selectively deposited on a
second surface of the same substrate without further pro-
cessing 1n between selective deposition of a first material
and selective deposition of a second matenal.

In some embodiments a first material 1s selectively depos-
ited on a first surface of a substrate and a second material 1s
selectively deposited on a second surface of the same
substrate, with the selectivity of at least 80% for the selec-
tive deposition of the first material. In some embodiments a
first matenal 1s selectively deposited on a first surface of a
substrate and a second material 1s selectively deposited on a
second surface of the same substrate, with a selectivity of at
least 80% for the selective deposition of the second materal.

In some embodiments selective deposition of a first
material comprises at least one deposition cycle comprising
alternately and sequentially contacting the substrate with a
first metal precursor and a second reactant. In some embodi-
ments selective deposition of a second material comprises at
least one deposition cycle comprising alternately and
sequentially contacting the substrate with a second precursor
and a second reactant. In some embodiments a first material
1s selectively deposited on a first surface of a substrate and
a second material 1s selectively deposited on a second
surface of the same substrate, wherein up to 1-50 deposition
cycles are carried out for selectively depositing the first
material. In some embodiments a first material 1s selectively
deposited on a first surface of a substrate and a second
material 1s selectively deposited on a second surface of the
same substrate, wherein up to 1-50 deposition cycles are
carried out for selectively depositing the second maternal.

In some embodiments the first surface comprises Cu,
Si—H, W, N1, Co, Ru or another noble metal. In some
embodiments the first surface 1s treated to 1nhibit deposition
of a dielectric material thereon prior to selectively deposit-
ing a second dielectric maternial. In some embodiments the
first surface 1s oxidized. In some embodiments the first
surface 1s passivated. In some embodiments the first surface
comprises a metal or semiconductor matenal.

In some embodiments the second surface comprises OH,
NH_ or SH_-terminations. In some embodiments the second
surface 1s the surface of a dielectric material. In some
embodiments the second surface 1s treated to mhibit depo-
sition of the first material thereon prior to selectively depos-
iting the first material on the first surface of the same
substrate. In some embodiments the second surface 1s
treated to provide OH, NH_ or SH_-terminations thereon.

In some embodiments the first material 1s selected from
Sh, Ge, Ru, noble metal, W, Cu, Al, N1, and Co; and the
second matenal 1s selected from SbO_, GeO,, BiO_, MgO,
S10,, AlO,, and TiO,. In some embodiments the first
material comprises Ni, Ge, Fe, Co, or T10,; and the second
material 1s Al or Cu.

In some embodiments a first material 1s selectively depos-
ited on a first surface of a substrate and a second material 1s
selectively deposited on a second surface of the same
substrate, wherein selectively depositing a second material
comprises using a passivation precursor. In some embodi-
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ments a passivation compound 1s selected from HCOOH, an
alkylamine passivation compound, or both. In some embodi-
ments passivation can occur during every deposition cycle
of the second material.

BRIEF DESCRIPTION OF THE DRAWINGS

The mvention will be better understood from the Detailed
Description and from the appended drawings, which are
meant to 1illustrate and not to limit the invention, and
wherein:

FIG. 1A 1llustrates a process flow for dual selective
deposition of a first material on a first surface of a substrate
and a second material on a second surface of the same
substrate:

FIG. 1B 1llustrates dual selective deposition of a metallic
material on a first metal surface and a dielectric material on
a second different surface according to some embodiments;

FI1G. 2 illustrates a process flow for selectively depositing
a material on a first surface of a substrate relative to a
second, different surface of the same substrate;

FIG. 3A illustrates dual selective deposition of Ru on a
first surface of a substrate and GeO, on a second surface of
the same substrate according to an embodiment;

FIG. 3B illustrates dual selective deposition of Ru on a
first surface of a substrate and S10, on a second surface of
the same substrate according to an embodiment;

FI1G. 4 1llustrates dual selective deposition of Cu or CuO
on a {irst surface of a substrate and GeO, on a second surface
of the same substrate according to an embodiment;

FI1G. 5 1llustrates dual selective deposition of Sb on a first
surface of a substrate and W on a second surface of the same
substrate according to an embodiment;

FIG. 6 1illustrates dual selective deposition of N1 or N10O
on a first surface of a substrate and GeO, on a second surface
of the same substrate according to an embodiment;

FIG. 7A 1llustrates dual selective deposition of N1 on a
first surface of a substrate and W on a second surface of the
same substrate according to an embodiment;

FIG. 7B illustrates dual selective deposition of N1 on a
first surface of a substrate and W on a second surface of the
same substrate according to another embodiment;

FI1G. 8 1llustrates dual selective deposition of Al on a first
surface of a substrate and S10, on a second surface of the
same substrate according to an embodiment;

DETAILED DESCRIPTION OF SOME
EMBODIMENTS

In some situations 1t 1s desirable to selectively deposit two
different materials on two different surfaces of the same
substrate. For example, 1n some situations a metal i1s to be
deposited on a metal surface of a substrate and a dielectric
1s to be deposited on a dielectric surface of the same
substrate. In other situations a material comprising metal 1s
deposited on a metal surface of a substrate and a dielectric
1s deposited on an oxide, or dielectric surface of the same
substrate. In other situations two diflerent materials are to be
deposited on either a dielectric OH terminated surface or HF
ctched S1 surface (S1—H or hydrogen terminated silicon)
surface of the same substrate. The two materials to be
deposited can be two diflerent metals to be deposited on
adjacent surfaces of the same substrate. The ability to
selectively deposit each material on the appropriate surface
can provide advantages, such as faster processing times and
reduced costs. One process for selective CVD of two dit-
ferent materials, including iron adjacent to sacrificial tung-
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sten, 1s disclosed 1n Bien et al, Multiple Selt-Aligned Iron
Nanowires by a Dual Selective Chemical Vapor Deposition
Process, Electrochemical and Solid-State Letters, 10 (9)
H251-H253 (2007), which 1s hereby incorporated in 1ts
entirety.

Dual selective deposition processes as disclosed herein
may be used 1n a variety of contexts, for example to form
capping layers, barrier layers, etch stop layers, sacrificial
and/or protective layers or for sealing pores, such as 1n
porous low k matenials. In some embodiments a metallic
material may be deposited selectively on a first surface of a
substrate preferentially over a second, diflerent surface, such
as a dielectric surface of the same substrate; and a dielectric
material may be selectively deposited on the second surtace
relative to the first surface. In some embodiments deposition
of the metallic material proceeds first, while in other
embodiments deposition of the dielectric material 1s first. In
some embodiments the first surface and the second surface
are adjacent to each other on the substrate.

One or more surfaces may be treated 1n order to enhance
deposition on one surface relative to one or more different
surfaces. In some embodiments a first surface 1s treated, or
activated, 1n order to enhance deposition on the first surface
relative to a second, different surface on the same substrate.
In some embodiments a second surface 1s treated, or deac-
tivated, 1n order to decrease deposition on the second surtace
relative to a first, different surface on the same substrate. In
some embodiments a first surface 1s treated to enhance
deposition and a second surface 1s treated to decrease
deposition, thereby increasing selective deposition on the
first surface relative to the second surface. In some embodi-
ments the deactivating treatment does not involve formation
of a self-assembled monolayer (SAM) or a similar mono-
layer having a long carbon chain. In some embodiments the
deactivating treatment i1s not treatment with an organic
agent. For example, 1n some embodiments the deactivating
treatment may be oxidation, reduction or halogenation, such
as chlorination, of the surface. Deactivating can comprise
in-situ passivation from gas phase reactants in the reactor
using the organic group which 1s present 1n a precursor used
to deposit one of the materials, such as dielectric. In case of
any passivation either in-situ passivation with the organic
groups or with SAMs, the passivation is preferably subject
to removal at the deposition temperature with chemistry
used to deposit the films or with additional chemistry,
enabling passivation without dedicating a separate step for
removing passivation. For instance passivation can be
removed with O, pulse used to grow the second material or
with an additional O, pulse.

For example, in some embodiments a dielectric material
1s deposited on a first dielectric surface of a substrate relative
to a second surface, such as a conductive surface, metal
surface, or H-terminated surface of the same substrate. The
second surface may be oxidized prior to or at the beginning,
of the dielectric material deposition 1n order to decrease
deposition of the dielectric material on the second surface
relative to the dielectric surface. That 1s, selective deposition
on the dielectric surface 1s increased relative to the treated
second surface. In some embodiments the second surface 1s
passivated, such as by treating the surface such that 1t
comprises alkylsilyl groups. The passivation may facilitate
selective deposition on the dielectric surface relative to the
treated second surface. For example, deposition of an oxide
on the second surface may be inhibited by the passivation.
In some embodiments passivation does not include forma-
tion of a SAM or a similar monolayer having a long carbon
chain on the second surface.
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In some embodiments a dielectric surface may be treated
to facilitate selective deposition of a metal on a second,
different surface relative to the dielectric surface on the same
substrate. For example, the dielectric surface may be treated
to provide a hydrophilic OH-terminated surface. While an
OH-terminated surface can be reactive to certain precursors,
other precursors may not react with this termination. For
example, an OH-terminated surface can be passive against
adsorption of specific compounds like Cu-amidinate or
ruthentum compounds that have two cyclopentadienyl (or
derivative thereol) ligands. Thus, in some embodiments
OH-termination can be used to ihibit deposition of a metal
on a dielectric surface relative to a second, diflerent surface,
for example a conductive surface, metal surface, of H-ter-
minated surface.

In some embodiments a dielectric surface can be passi-
vated to inhibit deposition of a metal thereon. For example,
the dielectric surface may be contacted with a chemical that
provides a silylated (—S1—(CH,), or —S1(CH,);) surface
or a halogenated surface or a SiH, surface. In some embodi-
ments the dielectric surface 1s chlorinated or fluorinated,
such as a S1—Cl surface. A halogenated surface can be
achieved by treating the surface with a halide chemical, such
as CCl, or a metal halide, which 1s capable of forming
volatile metal oxyhalides, such as WF, NbF., or NbC(Cl;, and
leaving the halide, such as the chloride or fluoride on the
surface. The passivation can be used to mnhibit deposition of
a metal on the dielectric surface relative to a metal surface
on the same substrate. In some embodiments the passivation
chemical 1s one or more of trimethylchlorosilane (CH,),S1Cl
(TMCS), trimethyldimethylaminosilane (CH,),SiN(CH,),
or another type of alkyl substituted silane having formula
R, . S1X_, wherein x 1s from 1 to 3 and each R can inde-
pendently selected to be a C1-C5 hydrocarbon, such as
methyl, ethyl, propyl or butyl, preferably methyl, and X 1s
halide or X 1s another group capable of reacting with
OH-groups, such as an alkylamino group —NR,R.,, wherein
cach R, can be independently selected to be hydrogen or
C1-C5 hydrocarbon, preferably methyl or ethyl, R, can be
independently selected to be C1-C5 hydrocarbon, preferably
methyl or ethyl, preferably X 1s chloride or dimethylamino.
In some embodiments the passivation chemical can be a
silane compound comprising at least one alkylamino group,
such as bis(diethylamino)silane, or a silane compound com-
prising a S1H, group, or silazane, such hexamethyldisilazane
(HMDS).

In some embodiments a semiconductor substrate 1s pro-
vided that comprises a first surface comprising a first mate-
rial and a second surface comprising a second material that
1s different from the first maternial. In some embodiments the
first surface and the second surface are adjacent to each
other. In some embodiments the first surface 1s hydrophilic
and may comprise an OH-terminated surface or a surface
having some amount of OH-groups. In some embodiments
the first surface may be, for example and without limitation,

a low-k material, S10, or GeO,. In some embodiments the
e

second surface 1s a metal surface. In some embodiments t

second surface 1s a conductive surface. In some embodi-
ments the second surface 1s an H-terminated surface. For
example, the second surface may comprise, for example, Cu,
N1, Co, Al, W, Ru or another noble metal. Or 1t may
comprise Si—H species (hydrogen-terminated silicon). In
some embodiments the second surface comprises a metal
selected individually from Cu, Ni, Co, Al, W, Ru and other
noble metals. In some embodiments the second surface 1s a
Cu surface. In some embodiments the second surface 1s a Ni
surface. In some embodiments the second surface 1s a Co
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surface. In some embodiments the second surface 1s an Al
surface. In some embodiments the second surface 1s a Ru
surface. In some embodiments the second surface comprises
a noble metal. In some embodiments the conductive surface
comprises an oxide such as CuOx, N10Ox, CoOx or RuOx or
another noble metal oxide. In some embodiments a conduc-
tive surface may no longer be conductive aifter it has been
treated. For example, a conductive surface may be treated
prior to or at the beginning of the selective deposition
process, such as by oxidation, and the treated surface may no
longer be conductive. For the purposes of the present
disclosure, Sb and Ge are considered to be metals. In some
embodiments the first surface 1s a metal surface, conductive
surface, or S1—H surface and the second surface 1s a surface
comprising OH-groups, such as a dielectric surface.

In some embodiments a first material 1s selectively depos-
ited on a first surface relative to a second surface, and a
second material 1s selectively deposited on the second
surface relative to the first surface.

FIG. 1A 1llustrates an exemplary process flow for selec-
tively depositing a first material on a first surface relative to
a second surface and a second material on a second surface
relative to the first surface of the same substrate. In some
embodiments the first surface 1s a metal surface or semi-
conductor surface, the first material 1s a metallic matenal,
the second surface 1s a hydrophilic surface, and the second
material 1s a dielectric material. In some embodiments the
first surface 1s a hydrophilic surface, the first material 1s a
dielectric matenal, the second surface 1s a metal layer, and
the second material 1s a metallic material. In other words, the
two depositions (metallic and dielectric) can be conducted in
cither sequence. In some embodiments, the first material
and/or the second material can be deposited by CVD, and
selectivity can be achieved through selective decomposition
of the precursor on the surface. In some embodiments at
least one of the depositions 1s a cyclical vapor phase
deposition, particularly atomic layer deposition (ALD), and
selectivity can be achieved through selective adsorption of
one of the reactants. In some embodiments the ALD process
1s not pure ALD process, but some CVD reactions can
happen, 11 the selectivity 1s retained. For example, complete
purging of the reactants from reaction space might not be
necessarily needed, but some amount of gas phase reaction
might occur and the selectivity can still be retained.

In some embodiments a first material 1s selectively depos-
ited on a {first surface relative to a second surface and a
second material 1s selectively deposited on a second surface
relative to the first surface of the same substrate without an
airbreak or exposure to air. In some embodiments a {first
material 1s selectively deposited on a first surface relative to
a second surface of the same substrate and a second material
1s selectively deposited on a second surface relative to the
first surface of the same substrate within the same reactor. In
some embodiments a dual selective deposition process may
comprise selective deposition of a first material and selective
deposition of a second material without an airbreak or
exposure to air in between selective deposition processes. In
some embodiments a dual selective deposition process 1s
performed wherein a {first material 1s deposited on a first
surface and a second material 1s deposited on a second
surface of the same substrate without further processing in
between deposition of the first material and deposition of the
second material. In some embodiments a dual selective
deposition process may comprise selective deposition of a
first material and selective deposition of a second material
without further processing in between.
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In some embodiments the process may start when the first
matenal 1s selectively deposited on the first surface relative
to the second surface. Prior to deposition, the second surface
can be passivated or deactivated 100, for example as
described herein, 1n order to inhibit deposition of the first
material on the second surface, but 1n some embodiments
such deactivation 1s not employed. The first surface can be
activated 110, for example as described herein, 1n order to
tacilitate deposition of the first material on the first surface,
but 1n some embodiments such activation 1s not employed.
The first material 1s then selectively deposited 120 on the
first surface relative to the second surface according to the
methods disclosed herein.

In some embodiments, selective deposition of the first
material on the first surface relative to the second surface
comprises a vapor deposition process comprising at least
one deposition cycle 1n which the substrate 1s alternately and
sequentially contacted with a first reactant and a second
reactant.

In some embodiments, the selective deposition of the first
material continues until a desired thickness of first maternal
1s obtained on the first surface. In some embodiments
selective deposition of the first material continues until a
desired number of deposition cycles 1s completed. For
example, 1n some embodiments up to about 1-50 deposition
cycles for selectively depositing the first material are carried
out.

In some embodiments after a desired thickness of the first
maternal 1s deposited (or a desired number of cycles com-
pleted), any passivation can be removed from the second
surface (1f desired) and the second surface can be activated
130, but in some embodiments such activation 1s not
employed. The first surface can be passivated or deactivated
140, for example as described herein, in order to inhibit
deposition of the second material on the first surface, but 1n
some embodiments such deactivation 1s not employed. The
second material 1s then selectively deposited on the second
surface relative to the first surface 150 according to methods
disclosed herein. In some embodiments an passivation can
optionally be removed 160 from the first surface (1f desired).

In some embodiments, selective deposition of the second
material on the second surface relative to the first surface
comprises a vapor deposition process comprising at least
one deposition cycle in which the substrate 1s alternately and
sequentially contacted with a first reactant and a second
reactant.

In some embodiments, the selective deposition of the
second material continues until a desired thickness of second
material 1s obtained on the second surface. In some embodi-
ments selective deposition of the second material continues
until a desired number of deposition cycles 1s completed. For
example, 1n some embodiments up to about 1-50 deposition
cycles for selectively depositing the second material are
carried out.

In some embodiments deposition on the first surface of
the substrate relative to the second surface of the substrate,
and/or on the second surface of the substrate relative to the
first surtface of the substrate 1s at least about 90% selective,
at least about 95% selective, at least about 96%, 97%, 98%
or 99% or greater selective. In some embodiments deposi-
tion only occurs on the first surface and does not occur on
the second surface or only occurs on the second surface and
does not occur on the first surface.

In some embodiments deposition on the first surface of
the substrate relative to the second surface of the substrate
and/or on the second surface of the substrate relative to the
first surface 1s at least about 80% selective, which may be
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selective enough for some particular applications. In some
embodiments the deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 50% selective, which may be selective enough
for some particular application.

In some embodiments an etch may be used subsequent to
or 1 the course of deposition to remove material that i1s
non-selectively deposited. Although addition of an etch step
would typically add cost and complexity to the process, in
some situations 1t may be commercially desirable, for
example 11 1t 1s overall less expensive than other options. In
some embodiments the etch process 1s preferably 1sotropic
but may be a wet etch process or a dry etch process. In some
embodiments a dry etch 1s preferable.

In some ALD embodiments deposition on the first surface
ol the substrate relative to the second surface of the substrate
or on the second surface relative to the first surface can be
performed up to about 300 deposition cycles before losing
the selectivity, or up to about 50 deposition cycles, or up to
about 20 deposition cycles, or up to about 10 deposition
cycles, or up to about 5 deposition cycles before losing
selectivity. In some embodiments even deposition of 1 or 2
cycles before losing selectivity can be useful.

A loss of selectivity can be understood to have occurred
when the selectivities mentioned above are no longer met.
Depending on the specific circumstances, a loss of selectiv-
ity may be considered to have occurred when deposition on
the first surface of the substrate relative to the second surface
ol the substrate or on the second surface relative to the first
surface 1s less than about 90% selective, less than about 95%
selective, less than about 96%, 97%, 98% or 99% selective.

In some embodiments deposition on the first surface of
the substrate relative to the second surface of the substrate
or on the second surface relative to the first surface can be
performed up to a thickness of about 50 nm before losing the
selectivity, or up to about 10 nm, or up to about 5 nm, or up
to about 3 nm, or up to about 2 nm, or up to about 1 nm
before losing selectivity. In some embodiments even depo-
sition of up to 3 A or 5 A before losing selectivity can be
useiul. Depending on the specific circumstances, a loss of
selectivity may be considered to have occurred when depo-
sition on the first surface of the substrate relative to the

second surface of the substrate or on the second surface
relative to the first surface 1s less than about 90% selective,
less than about 95% selective, less than about 96%, 97%,
98% or 99% selective or greater.

In some embodiments it may be desirable to selectively
deposit a metal oxide and subsequently reduce the metal
oxide to metal. Methods for reduction of metal oxides to
metals that may be used, such as by the use of a strong
reducing agent like HCOOH, are described 1n U.S. Pat. No.
8,536,058, 1ssued Sep. 17, 2013 and mn U.S. Pat. No.
7,241,677, 1ssued Jul. 10, 2007, the entire disclosure of each
of which 1s incorporated herein by reference. In some
embodiments a metal oxide 1s selectively deposited on a first
surface ol a substrate and 1s reduced to a metal prior to
selective deposition of a second material on a second surface
of the same substrate. In some embodiments a first material
1s selectively deposited on a first surface of a substrate and
a metal oxide 1s selectively deposited on a second, different
surface of the substrate. The metal oxide may then be
reduced to a metal. In some embodiments a metal oxide 1s
selectively deposited on a first surface of a substrate and a
second material 1s selectively deposited on a second, differ-
ent surface of the same substrate prior to reducing the metal
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oxide to a metal. In some embodiments the reducing agent,
such as HCOOH, can also be used for passivation of a
surface.

FIG. 1B 1llustrates an example of dual selective deposi-
tion of a first metallic material 122 on a first metal surface
121 of a substrate 101, for example a Cu surface, and a
second dielectric material 152 on a second different surface
151 of the same substrate 101, for example S10, or a low-k
surface.

ALD Type Processes

ALD type processes are based on controlled, self-limiting
surface reactions of precursor chemicals. Gas phase reac-
tions are avoided by alternately and sequentially contacting,
the substrate with the precursors. Vapor phase reactants are
separated from each other on the substrate surface, for
example, by removing excess reactants and/or reactant
byproducts from the reaction chamber between reactant
pulses.

Brietly, a substrate comprising a first surface and second,
different surface 1s heated to a suitable deposition tempera-
ture, generally at lowered pressure. Deposition temperatures
are generally maintained below the thermal decomposition
temperature of the reactants but at a high enough level to
avoid condensation of reactants and to provide the activation
energy for the desired surface reactions. Of course, the
appropriate temperature window for any given ALD reaction
will depend upon the surface termination and reactant spe-
cies involved. Here, the temperature varies depending on the
type of film being deposited and 1s preferably at or below
about 400° C., more preferably at or below about 200° C.
and most preferably from about 20° C. to about 200° C.

The surface of the substrate 1s contacted with a vapor
phase first reactant. In some embodiments a pulse of vapor
phase first reactant 1s provided to a reaction space containing,
the substrate. In some embodiments the substrate 1s moved
to a reaction space containing vapor phase {first reactant.
Conditions are preferably selected such that no more than
about one monolayer of the first reactant 1s adsorbed on the
substrate surface 1n a self-limiting manner. The appropriate
contacting times can be readily determined by the skilled
artisan based on the particular circumstances. Excess first
reactant and reaction byproducts, 1 any, are removed from
the substrate surface, such as by purging with an inert gas or
by removing the substrate from the presence of the first
reactant.

Purging means that vapor phase precursors and/or vapor
phase byproducts are removed from the substrate surface
such as by evacuating a chamber with a vacuum pump
and/or by replacing the gas 1nside a reactor with an inert gas
such as argon or nitrogen. Typical purging times are {from
about 0.05 to 20 seconds, more preferably between about 1
and 10, and still more preterably between about 1 and 2
seconds. However, other purge times can be utilized 1t
necessary, such as where highly conformal step coverage
over extremely high aspect ratio structures or other struc-
tures with complex surface morphology 1s needed.

The surface of the substrate 1s contacted with a vapor
phase second gaseous reactant. In some embodiments a
pulse of a second gaseous reactant 1s provided to a reaction
space containing the substrate. In some embodiments the
substrate 1s moved to a reaction space containing the vapor
phase second reactant. Excess second reactant and gaseous
byproducts of the surface reaction, 1f any, are removed from
the substrate surface. The steps of contacting and removing,
are repeated until a thin film of the desired thickness has
been selectively formed on the first surface of substrate, with
cach cycle leaving no more than a molecular monolayer.
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Additional phases comprising alternately and sequentially
contacting the surface of a substrate with other reactants can
be included to form more complicated materials, such as
ternary materials.

As mentioned above, each phase of each cycle 1s prefer-
ably self-limiting. An excess of reactant precursors 15 sup-
plied 1n each phase to saturate the susceptible structure
surfaces. Surface saturation ensures reactant occupation of
all available reactive sites (subject, for example, to physical
s1ze or “‘steric hindrance” restraints) and thus ensures excel-
lent step coverage. Typically, less than one molecular layer
of matenial 1s deposited with each cycle, however, 1n some
embodiments more than one molecular layer 1s deposited
during the cycle.

Removing excess reactants can include evacuating some
ol the contents of a reaction space and/or purging a reaction
space with hellum, nitrogen or another mert gas. In some
embodiments purging can comprise turning oil the flow of
the reactive gas while continuing to flow an inert carrier gas
to the reaction space.

The precursors employed 1n the ALD type processes may
be solid, liquid or gaseous materials under standard condi-
tions (room temperature and atmospheric pressure), pro-
vided that the precursors are in vapor phase before they are
contacted with the substrate surface. Contacting a substrate
surface with a vaporized precursor means that the precursor
vapor 1s 1n contact with the substrate surface for a limited
period of time. Typically, the contacting time 1s from about
0.05 to 10 seconds. However, depending on the substrate
type and 1ts surface area, the contacting time may be even
higher than 10 seconds. Contacting times can be on the order
of minutes 1n some cases. The optimum contacting time can
be determined by the skilled artisan based on the particular
circumstances.

The mass flow rate of the precursors can also be deter-
mined by the skilled artisan. In some embodiments the flow
rate of metal precursors 1s preferably between about 1 and
1000 sccm without limitation, more preferably between
about 100 and 500 sccm.

The pressure 1n a reaction chamber 1s typically from about
0.01 to about 20 mbar, more preferably from about 1 to
about 10 mbar. However, 1n some cases the pressure will be
higher or lower than this range, as can be determined by the
skilled artisan given the particular circumstances.

Betore starting the deposition of the film, the substrate 1s
typically heated to a suitable growth temperature. The
growth temperature varies depending on the type of thin film
formed, physical properties of the precursors, etc. The
growth temperatures are discussed in greater detail below 1n
reference to each type of thin film formed. The growth
temperature can be less than the crystallization temperature
tor the deposited materials such that an amorphous thin film
1s formed or it can be above the crystallization temperature
such that a crystalline thin film 1s formed. The preferred
deposition temperature may vary depending on a number of
factors such as, and without limitation, the reactant precur-
sors, the pressure, flow rate, the arrangement of the reactor,
crystallization temperature of the deposited thin film, and
the composition of the substrate including the nature of the
material to be deposited on. The specific growth temperature
may be selected by the skilled artisan.

Examples of suitable reactors that may be used include
commercially available ALD equipment such as the F-120®
reactor, Eagle® XP8, Pulsar® reactor and Advance® 400
Series reactor, available from ASM America, Inc. of Phoe-
nix, Ariz., ASM Japan KK, Tokyo, Japan and ASM Europe
B.V., Almere, Netherlands. In addition to these ALD reac-
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tors, many other kinds of reactors capable of ALD growth of
thin films, including CVD reactors equipped with appropri-
ate equipment and means for pulsing the precursors can be
employed. In some embodiments a flow type ALD reactor 1s
used. Preferably, reactants are kept separate until reaching
the reaction chamber, such that shared lines for the precur-
sors are minimized. However, other arrangements are pos-

sible, such as the use of a pre-reaction chamber as described
in U.S. patent application Ser. No. 10/929,348, filed Aug. 30,

2004 and Ser. No. 09/836,674, filed Apr. 16, 2001, the
disclosures of which are incorporated herein by reference.

The growth processes can optionally be carried out 1n a
reactor or reaction space connected to a cluster tool. In a
cluster tool, because each reaction space 1s dedicated to one
type of process, the temperature of the reaction space 1n each
module can be kept constant, which improves the through-
put compared to a reactor 1n which 1s the substrate 1s heated
up to the process temperature before each run.

A stand-alone reactor can be equipped with a load-lock. In
that case, it 1s not necessary to cool down the reaction space
between each run.

Referring to FIG. 2 and according to some embodiments
a substrate comprising a first surface and a second surface 1s
provided at step 210 and a matenal 1s selectively deposited
on a first surface of the substrate relative to a second surface
by an ALD type deposition process 200 comprising multiple
cycles, each cycle comprising:

contacting the surface of a substrate with a vaporized first
precursor at step 230;

removing excess first precursor and reaction by products,
if any, from the surface at step 240;

contacting the surface of the substrate with a second
vaporized reactant at step 250;

removing from the surface, at step 260, excess second
reactant and any gaseous by-products formed 1n the reaction
between the first precursor layer on the first surface of the
substrate and the second reactant, and;

repeating at step 270 the contacting and removing steps
until a thin film comprising the selectively deposited mate-
rial of the desired thickness has been formed.

As mentioned above, 1n some embodiments one or more
surfaces of the substrate may be treated 1n order to enhance
deposition on one surface relative to one or more different
surfaces prior to beginning the deposition process 200. In
FIG. 2 this 1s indicated by step 220.

Although the illustrated deposition cycle begins with
contacting the surface of the substrate with the first precur-
sor, 1n other embodiments the deposition cycle begins with
contacting the surface of the substrate with the second
reactant. It will be understood by the skilled artisan that
contacting the substrate surtface with the first precursor and
second reactant are interchangeable 1n the ALD cycle.

In some embodiments, the reactants and reaction by-
products can be removed from the substrate surface by
stopping the flow of first precursor while continuing the flow
ol an 1nert carrier gas such as nitrogen or argon.

In some embodiments, the reactants and reaction by-
products can be removed from the substrate surface by
stopping the tlow of second reactant while continuing the
flow of an inert carrier gas. In some embodiments the
substrate 1s moved such that diflerent reactants alternately
and sequentially contact the surface of the substrate 1n a
desired sequence for a desired time. In some embodiments
the removing steps, 240 and 260 are not performed. In some
embodiments no reactant may be removed from the various
parts of a chamber. In some embodiments the substrate 1s
moved from a part of the chamber containing a first precur-

10

15

20

25

30

35

40

45

50

55

60

65

12

sor to another part of the chamber containing the second
reactant. In some embodiments the substrate 1s moved from
a first reaction chamber to a second, different reaction
chamber.

Selective Deposition of Metal

As mentioned above, 1n some embodiments a metal 1s
selectively deposited on a first surface of a substrate relative
to a second, different surface, such as a dielectric surface of
the same substrate. In some embodiments the first surface 1s
a noble metal surface. In some embodiments the first metal
surface 1s an Al, Cu, Ru, Ni, Co, or other noble metal
surface. In some embodiments the first surface comprises a
metal selected individually from Cu, Ni, Co, Al, W, Ru and
other noble metals. In some embodiments the first surface 1s
a Cu surface. In some embodiments the first surface 1s a Ni
surface. In some embodiments the first surface 1s a Co
surface. In some embodiments the first surface 1s an Al
surtace. In some embodiments the first surface 1s a Ru
surface. In some embodiments the first surface comprises a
noble metal.

In some embodiments the first surface comprises metal. In
some embodiments the first surface 1s a conductive surface.
In some embodiments the first surface 1s an H-terminated
surface. For example, the first surface may comprise Si—H
species (hydrogen-terminated silicon). In some embodi-
ments the first surface 1s not a dielectric surface. In some
embodiments the metal surface comprises an oxide such as
CuOx, N10x, CoOx or RuOx or another noble metal oxide.
In some embodiments a metal surface may no longer be
conductive after 1t has been treated. For example, a metal
surface may be treated prior to or at the beginning of the
selective deposition process, such as by oxidation, and the
treated surface may no longer be conductive. In some
embodiments the second, non-metal surface, 1s a hydro-
philic, OH-terminated surface or contains some amount of
OH-groups. In some embodiments the second, non-metal,
surface 1s a dielectric surface. In some embodiments the
second, non-metal surface 1s S10,, GeO,, or low-k material.

In some embodiments the second, non-metal surface 1s
deactivated, such as by a treatment to provide a surface on
which metal deposition 1s inhibited. In some embodiments
deactivation may comprise treatment with a passivation
chemical. In some embodiments the deactivation treatment
can occur prior to the deposition of a metal on a first metal
surface. In some embodiments the deactivation treatment
may be an 1n situ deactivation treatment. In some embodi-
ments deactivation of the hydrophilic surface may comprise
replacing at least OH-groups with other groups. In some
embodiments deactivation can include treatment to increase
the amount of OH-groups on the second, non-metal, surface.

In some embodiments the second surface 1s deactivated,
such as by passivation prior to deposition of a metal. In some
embodiments deactivation of the second surface may com-
prise replacing at least some OH-groups with other groups.
In some embodiments the second surface 1s treated with a
passivation chemical to form a passivated surface. For
example, the second surface may be silylated or haloge-
nated, such as chlorinated or fluormated, prior to deposition
of the metal. In some embodiments the second surface may
be treated to form a silylated surface, such as a silylated
—S1—(CH,), or —S1(CH,), surface. In some embodiments
the second surface may be treated to form a halogenated
surface, such as a chlorinated or fluorinated surface. For
example, the halogenated surface may be a S1—Cl1 surface.
In some embodiments the second surface may be treated to
provide a H-terminated surface, for example a —SiH,
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surface. For example, in some embodiments the second
surface may be contacted with a chemical that provides a
—S1H, surface.

In some embodiments deposition on the first surface of
the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments deposition only occurs on the first
surface and does not occur on the second surface. In some
embodiments deposition on the first surface of the substrate
relative to the second surface of the substrate 1s at least about
80% selective, which may be selective enough for some
particular applications. In some embodiments deposition on
the first surface of the substrate relative to the second surface
of the substrate 1s at least about 50% selective, which may
be selective enough for some particular applications.
Selective Deposition of Sb by ALD

In some embodiments Sb 1s selectively deposited on a first

surface comprising a metal on a substrate comprising a first
surface and a second, different surface. In some embodi-
ments the first surface 1s a hydrophilic surface. In some
embodiments the first surface 1s a dielectric surface. In some
embodiments, Sb 1s selectively deposited on a first surface
of a substrate, such as a Cu, Ni, Co, Al, W, Ru, or another
noble metal surface relative to a second, different surface of
the same substrate. In some embodiments Sb 1s selectively
deposited on Cu surface, relative to a second, different
surface. In some embodiments Sb 1s selectively deposited on
a N1 surface, relative to a second, different surface. In some
embodiments Sb 1s selectively deposited on a Co surface,
relative to a second, different surface. In some embodiments
Sb 1s selectively deposited on a Al surface, relative to a
second, different surface. In some embodiments Sb 1s selec-
tively deposited on a Ru surface, relative to a second,
different surface. In some embodiments Sb 1s selectively
deposited on a noble metal surface, relative to a second,
different surface.
In some embodiments the first surface comprises metal. In
some embodiments the first surface 1s a conductive surface.
In some embodiments the first surface 1s an H-terminated
surface. For example, the first surface may comprise S1—H
species (hydrogen-terminated silicon).

In some embodiments Sb 1s selectively deposited on a first
hydrophilic surface of a substrate, relative to a second,
different surface of the same substrate. In some embodi-
ments the first hydrophilic surface may comprise at least
some OH-groups. In some embodiments the first surface 1s
a —NH, terminated surface. In some embodiments the first
surface 1s a—SH _terminated surface. In some embodiments
the hydrophilic surface 1s a dielectric surface. In some
embodiments the hydrophilic surface may comprise S10,, a
low k material, or GeO,. In some embodiments the second,
different surface comprises a metal surface or a dielectric
surface comprising S1—H surface terminations as described
herein.

In some embodiments the metal surface comprises an
ox1ide such as CuOx, N10x, CoOx or RuOx or another noble
metal oxide. In some embodiments a metal surface may no
longer be conductive after 1t has been treated. For example,
a metal surface may be treated prior to or at the beginning
of the selective deposition process, such as by oxidation, and
the treated surface may no longer be conductive.

In some embodiments the second surface 1s a hydrophilic
surface. In some embodiments the hydrophilic surface may
comprise at least some OH-groups. In some embodiments
the second surface 1s a —INH_ terminated surface. In some
embodiments the second surface 1s a —SH_ terminated
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surface. In some embodiments the hydrophilic surface 1s a
dielectric surface. In some embodiments the hydrophilic
surface may comprise S10,, a low k matenial, or GeQ.,,.

As previously discussed, 1n some embodiments a hydro-
philic surface 1s treated to facilitate selective deposition of
Sb relative to the hydrophilic surface. For example, a surface
may be treated to provide a hydrophilic OH-terminated
surface. In some embodiments a hydrophilic OH-terminated
surface may be treated to increase the amount of OH-groups
on the surface. For example, the dielectric surface may be
exposed to H2O vapor 1n order to increase the number of
OH-groups at the surface. Another example includes expos-
ing a dielectric surface to a carrier gas that has tlowed
through a bubbler at a temperature of between 25° C. and
40° C. In some embodiments the dielectric surface 1is
exposed to air 1n order to provide a hydrophilic surface that
comprises at least some OH-groups. In some embodiments
a hydrophilic surface 1s not treated prior to deposition.

In some embodiments the hydrophilic surface 1s deacti-
vated, such as by passivation prior to deposition of Sb. In
some embodiments deactivation of the hydrophilic surface
may comprise replacing at least OH-groups with other
groups. In some embodiments the hydrophilic dielectric
surface 1s treated with a passivation chemical to form a
passivated surface. For example, the hydrophilic surface
may be silylated or halogenated, such as chlorinated or
fluorinated, prior to deposition of the Sb. In some embodi-
ments the hydrophilic surface may be treated to form a
silylated surface, such as a silylated —S1—(CH;), or —S1
(CH,), surface. In some embodiments the hydrophilic sur-
face may be treated to form a halogenated surface, such as
a chlorinated or fluorinated surface. For example, the halo-
genated surface may be a S1—Cl surface. In some embodi-
ments the hydrophilic surface may be treated to provide a
H-terminated surface, for example a —SiH, surface. For
example, 1n some embodiments the hydrophilic surface may
be contacted with a chemical that provides a H-terminated
surface. In some embodiments the hydrophilic surface may
be contacted with HF to provide a H-terminated surface.

In some embodiments the passivation chemical 1s one or
more of trimethylchlorosilane (CH;),S1Cl (TMCS), trimeth-
yldimethylaminosilane (CH,),S1iN(CH,), or another type of
alkyl substituted silane having formula R, Si1X , wherein x
1s from 1 to 3 and each R can independently selected to be
a C1-C5 hydrocarbon, such as methyl, ethyl, propyl or butyl,
preferably methyl, and X 1s halide or X 1s another group
capable of reacting with OH-groups, such as an alkylamino
group —NR,R,, wherein each R, can be independently
selected to be hydrogen or C1-C5 hydrocarbon, preferably
methyl or ethyl, R, can be independently selected to be
C1-C5 hydrocarbon, preferably methyl or ethyl, preferably
X 1s chloride or dimethylamino. In some embodiments the
passivation chemical can be a silane compound comprising
at least one alkylamino group, such as bis(diethylamino)
silane, or a silane compound comprising a SiH, group, or
silazane, such hexamethyldisilazane (HMDS).

In some embodiments Sb deposition on the first surface of
the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments Sb deposition only occurs on the first
surtace and does not occur on the second surface. In some
embodiments Sb deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 80% selective, which may be selective enough
for some particular applications. In some embodiments
deposition on the first surface of the substrate relative to the
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second surface of the substrate 1s at least about 50% selec-
tive, which may be selective enough for some particular
applications.

In some embodiments Sb 1s selectively deposited by an
ALD type process. In some embodiments Sb 1s selectively
deposited without the use of plasma. In some embodiments

deposition may be carried out, for example, as described 1n
U.S. Publication No. 2012/0329208 (U.S. application Ser.
No. 13/504,079), which 1s hereby incorporated by reference.

In some embodiments a substrate comprising a first
surface and a second surface 1s provided and a metal, here
Sb, 1s selectively deposited on a first surface of a substrate
by an ALD type deposition process comprising multiple
cycles, each cycle comprising:

contacting the surface of a substrate with a vaporized first
metal precursor, for example SbC(l;;

removing excess metal precursor and reaction by prod-
ucts, 1f any, from the surface;

contacting the surface of the substrate with a second
vaporized reactant, for example Sb(S1Et,);;

removing {from the surface, excess second reactant and
any gaseous by-products formed 1n the reaction between the
metal precursor layer on the first surface of the substrate and
the second reactant, and;

repeating at the contacting and removing steps until a
metal, here Sb, thin film of the desired thickness has been
formed.

As mentioned above, 1n some embodiments one or more
surfaces of the substrate may be treated in order to enhance
deposition on one surface relative to one or more different
surfaces prior to beginming the deposition process. In some
embodiments the second, non-metal surface can be treated to
provide an OH-terminated surface, or can be deactivated,
such as by passivation, prior to deposition of the metal, here
Sb.

Although the 1llustrated Sb deposition cycle begins with
contacting the surface of the substrate with the first Sb
precursor, in other embodiments the deposition cycle begins
with contacting the surface of the substrate with the second
reactant. It will be understood by the skilled artisan that
contacting the substrate surface with the first Sb precursor
and second reactant are interchangeable 1n the ALD cycle.

In some embodiments, the reactants and reaction by-
products can be removed from the substrate surface by
stopping the flow of the first precursor while continuing the
flow of an 1nert carrier gas such as nitrogen or argon.

In some embodiments, the reactants and reaction by-

products can be removed from the substrate surface by
stopping the tlow of second reactant while continuing the
flow of an 1nert carrier gas such as nitrogen or argon.
In some embodiments the substrate 1s moved such that
different reactants alternately and sequentially contact the
surface of the substrate 1n a desired sequence for a desired
time. In some embodiments the removing steps are not
performed. In some embodiments no reactant may be
removed from the various parts of a chamber. In some
embodiments the substrate 1s moved from a part of the
chamber containing a first precursor to another part of the
chamber containing the second reactant. In some embodi-
ments the substrate 1s moved from a {irst reaction chamber
to a second, different reaction chamber.

In some embodiments the second reactant can comprise a
Sb precursor. In some embodiments the second reactant is a
second Sb precursor. In some embodiments the second
reactant 1s a second Sb precursor that 1s different from the
first Sb precursor.
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In some embodiments the first Sb precursor has a formula
of SbX,, wherein X 1s a halogen element. In some embodi-
ments the first Sb precursor 1s SbCl,, SbBr; or Sbl,.

In some embodiments, the second reactant 1s not an
oxygen source. The term “oxygen source” refers to reactants
that comprise oxygen, such as water, ozone, alcohol, oxygen
atoms, oxygen plasma and oxygen radicals, typically used 1n
ALD for depositing metal oxides. In some embodiments the
second reactant 1s not water, ozone or alcohol.

In some embodiments the second reactant to be used 1n
combination with the Sb precursors disclosed herein 1s not
an alkylaminogermamium precursor, such as tetraalkylmi-
nogermanium, or organotellurium precursor. In some
embodiments the second reactant to be used in combination
with the Sb precursors disclosed herein 1s not a chalcogenide
precursor. In some embodiments the second reactant to be
used 1 combination with the Sb precursors disclosed herein
does not contain plasma or an excited species. In some
embodiments the second reactant to be used 1n combination
with the Sb precursors disclosed herein does not contain
nitrogen. In some embodiments the second reactant to be
used 1 combination with the Sb precursors disclosed herein
1s not an alkoxide substituted precursor. In some embodi-
ments the second reactant to be used 1n combination with the
Sb precursors disclosed herein 1s not an amino substituted
precursor. In some embodiments the second reactant to be
used 1n combination with the Sb precursors disclosed herein
1s not an alkyl substituted precursor. In some embodiments
the second reactant to be used 1n combination with the Sb
precursors disclosed herein does not contain a direct Sb C
bond.

The Sb center atoms of the Sb precursors disclosed herein
can be bonded to Si1, Ge, or Sn atoms. Sb 1s more electro-
negative than Si1, Ge or Sn, which will create polarity in
bonds and thus a partial negative charge on the Sb center
atoms ol the Sb precursors disclosed herein. In some
embodiments, the Sb center atoms can have a negative
oxidation state. It 1s believed, although not being bound to
any theory, that the slight partial negative charge of the
center atom 1n the precursors disclosed herein, for example
the slight partial negative charge of Sb 1n Sb(Si1Et,);, com-
bined with the partial positive charge of the center atom in
the other precursor, for example the partial positive charge
of Sb in SbC(l;, makes the precursor combination successiul
and film deposition possible.

In some embodiments the second reactant to be used 1n
combination with the Sb precursors disclosed herein 1s not
a reducing agent, such as hydrogen, H2/plasma, amine,
imine, hydrazine, silane, silyl chalcogenide, germane,
ammonia, alkane, alkene or alkyne. As used herein a reduc-
ing agent refers to a compound capable of reducing an atom
of the other reactant, usually the atom which will be depos-
ited 1 the film in an ALD process and sometimes to
clemental form. At the same time the reducing agent can be
oxidized. It may be noted that with oxidative chemistry, for
example with an oxidation agent, it 1s also possible to
produce elemental films 11 the formal oxidation states of the
atom, which will be deposited, are negative 1n the other
precursor. In some embodiments the Sb precursors disclosed
herein act as a reducing agent 1n an ALD process.

In some embodiments the second reactant to be used 1n
combination with Sb precursors disclosed heremn i1s an
oxidizing precursor, such as SbCl,. Preferably the oxidizing
precursor 1s not water, alcohol or ozone. As used herein an
oxidizing precursor 1s a precursor, which has a partial
positive charge 1n the center atom of the molecule, such as
Sb 1n case of Sb(Cl,, and thus center atoms can be considered
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to have positive oxidation states. The partial positive charge
of the oxidizing precursors will be decreased 1n the depos-
ited film 1.e. the center atom of the molecule can be
considered to be somewhat reduced although no real oxi-
dation state increase has happened. In some embodiments
the antimony deposition cycle only uses two reactive com-
pounds.

Preferably, the second reactant 1s a Sb precursor with a
tormula of Sb(S1R1R2R3),, wherein R1, R2, and R3 are
alkyl groups comprising one or more carbon atoms. The R1,
R2, and R3 alkyl groups can be selected based on the desired
physical properties of the precursor such as volatility, vapor
pressure, toxicity, efc.

In some embodiments the first Sb precursor 1s SbCl, and
the second Sb precursor 1s Sb(SiEt,);.

The substrate temperature during selective Sb thin film
deposition 1s preferably less than 250° C. and more prefer-
ably less than 200° C. and even more preferably below 150°
C.

Pressure of the reactor can vary much depending from the
reactor used for the depositions. Typically reactor pressures
are below normal ambient pressure.

The skilled artisan can determine the optimal reactant
evaporation temperatures based on the properties of the
selected precursors. The evaporation temperatures for the
second Sb precursor, such as Sb(SiEt;);, or Sbh(SiMe,);
which can be synthesized by the methods described herein,
1s typically about 85° C., or about room temperature, respec-
tively. The evaporation temperature for the first Sb precur-
sor, such as SbCl,, 1s typically about 30° C. to 50° C.

The skilled artisan can determine the optimal reactant
contact times through routine experimentation based on the
properties of the selected precursors and the desired prop-
erties of the deposited Sb thin film. Preferably the first and
second Sb reactants are contacted for about 0.05 to 10
seconds, more preferably about 0.2 to 4 seconds, and most
preferably about 1 to 2 seconds. The removal steps 1n which
excess reactant and reaction by-products, 1 any, are
removed are preferably about 0.05 to 10 seconds, more
preferably about 0.2-4 seconds, and most preferably 1 to 2
seconds 1n length.

The growth rate of the elemental Sb thin films will vary
depending on the reaction conditions. As described below, 1n
initial experiments, the growth rate varied between about 0.3
and about 0.5 A/cycle.

As previously discussed, 1n some embodiments Sb depo-
sition on the first surface of the substrate relative to the
second surface of the substrate 1s at least about 90% selec-
tive, at least about 95% selective, at least about 96%, 97%,
98% or 99% or greater selective. In some embodiments Sb
deposition only occurs on the first surface and does not occur
on the second surface. In some embodiments Sb deposition
on the first surface of the substrate relative to the second
surface of the substrate 1s at least about 80% selective, which
may be selective enough for some particular applications. In
some embodiments deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 50% selective, which may be selective enough
for some particular applications.

Sb Precursors

Precursors that may be used as a {first or second reactant
in ALD type selective deposition processes for Sb disclosed
herein are discussed below.

In some embodiments the Sb precursors disclosed herein
can be the first Sb precursor. In some embodiments the Sb
precursors disclosed herein can be the second reactant. In
some embodiments the Sb precursors disclosed herein can
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be the first Sb precursor or the second reactant. In some
embodiments the Sb precursors disclosed herein can be the
first Sb precursor and the second reactant. In some embodi-
ments the first Sb precursor 1s a Sb precursor disclosed
herein and the second reactant 1s a second, different Sb
precursor disclosed herein.

[In some embodiments Sb precursors that may be used as

the first Sb precursor, the second reactant, or both include,
Sb halides, such as SbCl, and Sbl,, Sb alkoxides, such as

Sb(OEt), and Sb amides.

In some embodiments a Sb precursor has Sb bound to at
least one silicon atom, preferably at least to two silicon
atoms and more preferably Sb 1s bound to three silicon
atoms. For example 1t can have a general formula of
Sb(AR1R2R3);, wherein A 1s S1 or Ge, and R1, R2, and R3
are alkyl groups comprising one or more carbon atoms. Each
of the R1, R2 and R3 ligands can be selected independently
of each other. The R1, R2, and R3 alkyl groups can be
selected independently of each other 1n each ligand based on
the desired physical properties of the precursor such as
volatility, vapor pressure, toxicity, etc. In some embodi-
ments, R1, R2 and/or R3 can be hydrogen, alkenyl, alkynyl
or aryl groups. In some embodiments, R1, R2, R3 can be any
organic groups contaiming heteroatoms, such as N, O, F, Si,
P, S, Cl, Br or 1. In some embodiments R1, R2, R3 can be
halogen atoms. In some embodiments the Sb precursor have
a general formula of Sb(S1R1R2R3),, wherein R1, R2, and
R3 are alkyl groups comprising one or more carbon atoms.
In some embodiments, R1, R2 and/or R3 can be unsubsti-
tuted or substituted C1-C2 alkyls, such as methyl or ethyl
groups. The R1, R2, and R3 alkyl groups can be selected
independently of each other i each ligand based on the
desired physical properties of the precursor such as volatil-
ity, vapor pressure, toxicity, etc. In some embodiments the
Sb precursor 1s Sb(SiMe,tBu),. In other embodiments the
precursor 1s Sb(S1Et;); or Sb(SiMe,);. In more preferred
embodiments the precursor has a Sb—S1 bond and most
preferably a three S1—Sb bond structure.

In some embodiments a Sb precursor has a general
formula of Sb[A1(X1IRIR2R3),][A2(X2R4R5R6),][A3
(X3R7R8R9);] wherein Al, A2, A3 can be independently
selected to be S1 or Ge and wherein R1, R2, R3, R4, R5, R6,
R’7, R8, and R9, can be independently selected to be alkyl,
hydrogen, alkenyl, alkynyl or aryl groups. In some embodi-
ments, R1, R2, R3, R4, R3, R6, R7, R8, and R9 can be any
organic groups containing also heteroatoms, such as N, O, F,
S1, P, S, Cl, Br or I. In some embodiments one or more R1,
R2, R3, R4, R3, R6, R7, R8, and R9 can be halogen atoms.
In some embodiments X1, X2, and X3 can be S1, Ge, N, or
O. In some embodiments X1, X2, and X3 are diflerent

elements. In embodiments when X 1s S1 then Si1 will be
bound to three R groups, for example Sb[S1(S1R1R2R3),]

[S1(S1R4R5R6),][S1(S1R7R8R9),]. In embodiments when X
1s N then mitrogen will only be bound to two R groups
Sb[S1(NR1R2);][S1(NR3R4),][Si(NR5R6);]. In embodi-
ments when X 1s O, the oxygen will only be bound to one
R group, for example Sb[S1(OR1),][S1(OR2),][S1{OR3),].
R1, R2, R3, R4, R5, R6, R7, R8, and R9 groups can be
selected independently of each other 1n each ligand based on
the desired physical properties of the precursor such as
volatility, vapor pressure, toxicity, etc.
Selective Deposition of Ge on Metal

In some embodiments Ge 1s selectively deposited on a
first surface relative to a diflerent surface of the same
substrate. In some embodiments Ge 1s selectively deposited
on a metal surface, such as a N1, Co, Cu, Al, Ru, or other
noble metal surface relative to a different surface of the same

-
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substrate, such as a passivated surface. In some embodi-
ments the first surface 1s a hydrophilic surface. In some
embodiments the first surface 1s a dielectric surface. In some
embodiments Ge 1s selectively deposited on a Cu surface,
relative to a second, different surface. In some embodiments
Ge 1s selectively deposited on a Ni surface, relative to a
second, different surface. In some embodiments Ge 1s selec-
tively deposited on a Co surface, relative to a second,
different surface. In some embodiments Ge 1s selectively
deposited on a Al surface, relative to a second, different
surface. In some embodiments Ge 1s selectively deposited
on a Ru surface relative to a second, different surface. In
some embodiments Ge 1s selectively deposited on a noble
metal relative to a second, diflerent surface.

In some embodiments the metal surface comprises an
ox1ide such as CuOx, N10x, CoOx or RuOx or another noble
metal oxide. In some embodiments a metal surface may no
longer be conductive after 1t has been treated. For example,
a metal surface may be treated prior to or at the beginning
of the selective deposition process, such as by oxidation, and
the treated surface may no longer be conductive.

In some embodiments Ge 1s selectively deposited on a
surface comprising metal, such as N1, Co, Cu, Al, Ru, or
other noble metal relative to a diflerent surface of the same
substrate. In preferred embodiments, however, Ge 1s selec-
tively deposited on a dielectric, OH terminated surface
through decomposition of for instance Ge alkoxide precur-
sor, relative to S1—H terminated surface of the same sub-
strate. The hydrophilic surface may comprise at least some
OH-groups. In some embodiments the hydrophilic surface 1s
a dielectric surface. In some embodiments the hydrophilic
surface may comprise Si—OH or Ge—OH surface groups,
S10,, a low k material, or GeO,. In some embodiments Ge
1s selectively deposited by a cyclical deposition process. For
example, the substrate may be alternately and sequentially
contacted with a germamium reactant, such as a germanium
alkoxide or alkylamine and a second reactant, such as a
nitrogen reactant like NH;. In some embodiments the Ge
reactant is one of Ge(OEt),, Ge(OMe),, Ge(O'Pr), or
Ge(O'Bu),.

In some embodiments the first surface comprises metal. In
some embodiments the first surface 1s a conductive surface.
In some embodiments the first surface 1s an H-terminated
surface. For example, the first surface may comprise S1—H
species (hydrogen-terminated silicon).

In some embodiments Ge 1s selectively deposited by a
process such as that described 1n U.S. application Ser. No.
14/135,383, filed Dec. 19, 2013, which 1s hereby incorpo-
rated by reference.

In some embodiments Ge deposition on the first surface of
the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments Ge deposition only occurs on the first
surface and does not occur on the second surface. In some
embodiments Ge deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 80% selective, which may be selective enough
for some particular applications. In some embodiments
deposition on the first surface of the substrate relative to the
second surface of the substrate 1s at least about 50% selec-
tive, which may be selective enough for some particular
applications.

In some embodiments the second surface 1s a hydrophilic
surface. In some embodiments the hydrophilic surface may
comprise at least some OH-groups. In some embodiments
the second surface 1s a —INH_ terminated surface. In some
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embodiments the second surface 1s a —SH, terminated
surface. In some embodiments the hydrophilic surface 1s a
dielectric surface. In some embodiments the hydrophilic
surface may comprise S10,, a low k material, or GeO,. In
some embodiments Ge 1s selectively deposited by an ALD
type deposition process. For example, the substrate may be
alternately and sequentially contacted with a germanium
reactant, such as a germanium alkoxide or alkylamine and a
second reactant, such as a nitrogen reactant like NH,.

As previously discussed, in some embodiments the sec-
ond surface 1s treated to facilitate selective deposition of Ge
on a metal surface relative to the second surface. For
example, the second surface may be treated to provide a
hydrophilic OH-terminated surface. In some embodiments a
hydrophilic OH-terminated surface may be ftreated to
increase the amount of OH-groups on the surface. For
example, the dielectric surface may be exposed to H20
vapor 1n order to increase the number of OH-groups at the
surface. Another example includes exposing a dielectric
surface to a carrier gas that has flowed through a bubbler at
a temperature of between 25° C. and 40° C. In some
embodiments the dielectric surface 1s exposed to air 1n order
to provide a hydrophilic surface that comprises at least some
OH-groups. In some embodiments a hydrophilic surface 1s
not treated prior to deposition.

In some embodiments the hydrophilic surface 1s deacti-
vated, such as by passivation prior to deposition of Ge. In
some embodiments deactivation of the hydrophilic surface
may comprise replacing at least OH-groups with other
groups. In some embodiments the hydrophilic dielectric
surface 1s treated with a passivation chemical to form a
passivated surface. For example, the hydrophilic surface
may be silylated or halogenated, such as chlorinated or
fluorinated, prior to deposition of the Ge. In some embodi-
ments the hydrophilic surface may be treated to form a
silylated surface, such as a silylated —S1—(CH,), or —S1
(CH,), surface. In some embodiments the hydrophilic sur-
face may be treated to form a halogenated surface, such as
a chlorinated or fluorinated surface. For example, the halo-
genated surface may be a S1—Cl surface. In some embodi-
ments the hydrophilic surface may be treated to provide a
H-terminated surface, for example a —SiH, surface. For
example, 1n some embodiments the hydrophilic surface may
be contacted with a chemical that provides a H-terminated
surtface.

As noted above, processes described herein enable use of
ALD type deposition techniques to selectively deposit ger-
mamum. The ALD type deposition process 1s mostly sur-
tace-controlled (based on controlled reactions at the first
substrate surface) and thus has the advantage of providing
high conformality at relatively low temperatures. However,
in some embodiments, the germanium precursor may at least
partially decompose. Accordingly, in some embodiments the
ALD type process described herein 1s a pure ALD process in
which no decomposition of precursors i1s observed. In other
embodiments reaction conditions, such as reaction tempera-
ture, are selected such that a pure ALD process 1s achieved
and no precursor decomposition takes place.

Because of the vanability 1n decomposition temperatures
of different compounds, the actual reaction temperature 1n
any given embodiment may be selected based on the spe-
cifically chosen precursors. In some embodiments the depo-
sition temperature 1s below about 600° C. In some embodi-
ments the deposition temperature 1s below about 500° C. In
some embodiments the deposition temperature 1s below




US 11,525,184 B2

21

about 450° C. In some embodiments the deposition tem-
perature 1s preferably below about 400° C. and even, 1n some
cases, below about 375° C.

In some embodiments Ge 1s selectively deposited on a
first surface of a substrate relative to a second, different
surface of the substrate by an ALD type process comprising
alternately and sequentially contacting the substrate with a
first Ge precursor and a second reactant.

In some embodiments a substrate comprising a first
surface and a second surface 1s provided and a metal, here
Ge, 15 selectively deposited on a first surface of a substrate
by an ALD type deposition process comprising multiple
cycles, each cycle comprising:

contacting the surface of a substrate with a vaporized first
metal precursor, for example TDMAGe;

removing excess metal precursor and reaction by prod-
ucts, 1f any, from the surface;

contacting the surface of the substrate with a second
vaporized reactant, for example NH;;

removing from the surface excess second reactant and any
gaseous by-products formed in the reaction between the
metal precursor layer on the first surface of the substrate and
the second reactant, and;

repeating the contacting and removing steps until a metal,
here Ge, thin film of the desired thickness has been formed.

As mentioned above, 1n some embodiments one or more
surfaces of the substrate may be treated 1n order to enhance
deposition on one surface relative to one or more different
surfaces prior to beginning the deposition process. In some
embodiments the second, non-metal surface can be treated to
provide an OH-terminated surface, or can be deactivated,
such as by passivation, prior to deposition of the metal, here
Ge.

Although the illustrated Ge deposition cycle begins with
contacting the substrate with the first Ge precursor, 1n other
embodiments the deposition cycle begins with contacting
the substrate with the second reactant. It will be understood
by the skilled artisan that contacting the substrate surface
with the first Ge precursor and second reactant are inter-
changeable 1n the ALD cycle.

When the Ge precursor contacts the substrate, the Ge
precursor may form at least a monolayer, less than a mono-
layer, or more than a monolayer.

In some embodiments, a carrier gas 1s flowed continu-
ously to a reaction space throughout the deposition process.
In some embodiments 1 each deposition cycle the first
germanium precursor 1s pulsed into a reaction chamber. In
some embodiments excess germanium precursor 1s then
removed from the reaction chamber. In some embodiments,
the carrier gas comprises nitrogen. In some embodiments a
separate purge gas 1s utilized.

In some embodiments, the reactants and reaction by-
products can be removed from the substrate surface by
stopping the flow of second reactant while continuing the
flow of an inert carrier gas. In some embodiments the
substrate 1s moved such that different reactants alternately
and sequentially contact the surface of the substrate 1n a
desired sequence for a desired time. In some embodiments
the removing steps are not performed. In some embodiments
no reactant may be removed from the various parts of a
chamber. In some embodiments the substrate 1s moved from
a part of the chamber containing a first precursor to another
part of the chamber containing the second reactant. In some
embodiments the substrate 1s moved from a first reaction
chamber to a second, different reaction chamber.

The Ge precursor employed in the ALD type processes
may be solid, liquid, or gaseous material under standard
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conditions (room temperature and atmospheric pressure),
provided that the Ge precursor 1s 1n vapor phase before 1t 1s
contacted with the substrate surface.

Contacting a substrate surface with a vaporized precursor
means that the precursor vapor 1s in contact with the
substrate surface for a limited period of time. Typically, the
contacting time 1s from about 0.05 to 10 seconds. However,
depending on the substrate type and its surface area, the
contacting time may be even higher than 10 seconds. con-
tacting times can be on the order of minutes in some cases.
The optimum contacting time can be determined by the
skilled artisan based on the particular circumstances. In
some embodiments the substrate 1s moved such that different
reactants alternately and sequentially contact the surface of
the substrate 1n a desired sequence for a desired time. In
some embodiments the substrate 1s moved from a first
reaction chamber to a second, different reaction chamber. In
some embodiments the substrate 1s moved within a first
reaction chamber.

In some embodiments, for example for a 300 mm wafer
in a single waler reactor, the surface of a substrate 1is
contacted with Ge precursor for from about 0.05 seconds to
about 10 seconds, for from about 0.1 seconds to about 5
seconds or from about 0.3 seconds to about 3.0 seconds.

The surface of the substrate may be contacted with a
second reactant for from about 0.05 seconds to about 10
seconds, from about 0.1 seconds to about 5 seconds, or for
from about 0.2 seconds to about 3.0 seconds. However,
contacting times for one or both reactants can be on the order
of minutes 1n some cases. The optimum contacting time for
cach reactant can be determined by the skilled artisan based
on the particular circumstances.

As mentioned above, 1n some embodiments the Ge pre-
cursor 1s a germanium alkoxide, for example Ge(OEt), or
Ge(OMe),. In some embodiments, the Ge precursor is
TDMAGe. In some embodiments, the Ge precursor includes
alkyl and/or alkylamine groups. In some embodiments the
Ge-precursor 1s not a halide. In some embodiments the
Ge-precursor may comprise a halogen 1n at least one ligand,
but not 1n all ligands. The germanium precursor may be
provided with the aid of an inert carrier gas, such as argon.

In some embodiments the second reactant comprises a
nitrogen-hydrogen bond. In some embodiments the second
reactant 1s ammonia (NH;). In some embodiments, the
second reactant 1s molecular mitrogen. In some embodiments
the second reactant 1s a nitrogen containing plasma. In some
embodiments, the second reactant comprises an activated or
excited nitrogen species. In some embodiments the second
reactant may be a provided in a nitrogen-containing gas
pulse that can be a mixture of mitrogen reactant and mactive
gas, such as argon.

In some embodiments, a nitrogen-containing plasma 1s
formed 1n a reactor. In some embodiments, the plasma may
be formed 1n situ on top of the substrate or 1n close proximity
to the substrate. In other embodiments, the plasma 1s formed
upstream of the reaction chamber 1n a remote plasma
generator and plasma products are directed to the reaction
chamber to contact the substrate. As will be appreciated by
the skilled artisan, 1n the case of remote plasma, the pathway
to the substrate can be optimized to maximize electrically
neutral species and minimize 10on survival before reaching
the substrate.

Irrespective of the second reactant used, 1n some embodi-
ments of the present disclosure, the use of a second reactant
does not contribute significant amounts of nitrogen to the
deposited film. According to some embodiments, the result-
ing germanium film contains less than about 3-at %, less
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than about 2-at % or even less than about 1-at % nitrogen.
In some embodiments, the nitrogen content of the germa-
nium film 1s less than about 0.5-at % or even less than about
0.2-at %.

In some embodiments hydrogen reactants are not used in
the deposition process. In some embodiments, no elemental
hydrogen (H,) 1s provided 1n at least one deposition cycle,
or in the entire deposition process. In some embodiments,
hydrogen plasma 1s not provided in at least one deposition
cycle or 1n the entire deposition process. In some embodi-
ments, hydrogen atoms or radicals are not provided in at
least one deposition cycle, or 1n the entire deposition pro-
Cess.

In some embodiments the Ge precursor comprises at least

one amine or alkylamine ligand, such as those presented 1n
formulas (2) through (6) and (8) and (9), and the second
reactant comprises NH,.

Before starting the deposition of the film, the substrate 1s
typically heated to a suitable growth temperature, as dis-
cussed above. The preferred deposition temperature may
vary depending on a number of factors such as, and without
limitation, the reactant precursors, the pressure, flow rate,
the arrangement of the reactor, and the composition of the
substrate including the nature of the material to be deposited
on. In some embodiments the deposition temperature is
selected to be between the temperature where the germa-
nium precursor does not decompose without the second
precursor, at the lower end, and the temperature where the
precursor does decompose by itself, at the upper end. As
discussed elsewhere, 1n some embodiments the temperature
may be less than about 600° C., less than about 450° C., less
than about 400° C., and 1n some cases, less than about 375°
C. In some embodiments using Ge(OCH,CH,), and NH, as
the germanium and second reactants, the temperature i1s
about 350° C.

The processing time depends on the thickness of the layer
to be produced and the growth rate of the film. In ALD, the
growth rate of a thin film 1s determined as thickness increase
per one cycle. One cycle consists of the contacting and
removing steps of the precursors and the duration of one
cycle 1s typically between about 0.2 seconds and about 30
seconds, more preferably between about 1 second and about
10 seconds, but it can be on order of minutes or more 1n
some cases, for example, where large surface areas and
volumes are present.

In some embodiments the growth rate of the germanium
thin films may be greater than or equal to about 2 A/cycle,
greater than or equal to about 5 A/cycle, greater than or
equal to about 10 A/cycle, and, in some embodiments, even
greater than about 15 A/cycle.

In some embodiments the germanium film formed 1s a
relatively pure germanium film. Preferably, aside from
minor impurities no other metal or semi-metal elements are
present 1n the film. In some embodiments the film comprises
less than 1-at % of metal or semi-metal other than Ge. In
some embodiments, the germanium film comprises less than
about 5-at % of any impurity other than hydrogen, prefer-
ably less than about 3-at % of any impurnty other than
hydrogen, and more preferably less than about 1-at % of any
impurity other than hydrogen. In some embodiments a
germanium film comprises less than about 5 at-% nitrogen,
less than about 3 at-% nitrogen less than about 2 at-%
nitrogen or even less than about 1 at-% nitrogen. In some
embodiments, a pure germanium {ilm comprises less than
about 2-at % oxygen, preferably less than about 1-at % or
less than about 0.5-at % and even less than about 0.25-at %.
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In some embodiments a germanium precursor cComprising,
oxygen 1s utilized and the germanium film comprises no
oxygen or a small amount of oxygen as an impurity. In some
embodiments the germanium film deposited using a germa-
nium precursor comprising oxygen may comprise less than
about 2 at-% oxygen, less than about 1 at-%, less than about
0.5 at-% or even less than about 0.25 at-%.

In some embodiments, the germanium film formed has

step coverage ol more than about 50%, more than about
80%, more than about 90%, or even more than about 95%
on structures which have high aspect ratios. In some
embodiments high aspect ratio structures have an aspect
ratio that 1s more than about 3:1 when comparing the depth
or height to the width of the feature. In some embodiments
the structures have an aspect ratio of more than about 5:1, or
even an aspect ratio of 10:1 or greater.

Ge Precursors

A number of different Ge precursors can be used in the
selective deposition processes. In some embodiments the Ge
precursor 1s tetravalent (1.e. Ge has an oxidation state of
+IV). In some embodiments, the Ge precursor 1s not divalent
(1.e., Ge has an oxidation state of +II). In some embodi-
ments, the Ge precursor may comprise at least one alkoxide
ligand. In some embodiments, the Ge precursor may com-
prise at least one amine or alkylamine ligand. In some
embodiments the Ge precursor 1s a metal-organic or orga-
nometallic compound. In some embodiments the Ge precur-
sor comprises at least one halide ligand. In some embodi-
ments the Ge precursor does not comprise a halide ligand.

In some embodiments the Ge precursor comprises a
Ge—O bond. In some embodiments the Ge precursor com-
prises a Ge—N bond. In some embodiments the Ge precur-
sor comprises a Ge—C bond. In some embodiments the Ge
precursor does not comprise Ge—H bond. In some embodi-
ments the Ge precursor comprises equal or less than two
Ge—H bonds per one Ge atom.

In some embodiments the Ge precursor 1s not solid at
room temperature (e.g., about 20° C.).

For example, Ge precursors from formulas (1) through (9)

below may be used 1n some embodiments.

GﬂOR_,;l (1)

Wheremn R 1s can be independently selected from the
group consisting of alkyl and substituted alkyl;

GeR, Ay, (2)

Wherein the x 1s an integer from 1 to 4;

R 1s an organic ligand and can be independently selected
from the group consisting of alkoxides, alkylsilyls, alkyl,
substituted alkyl, alkylamines; and

A can be independently selected from the group consist-
ing of alkyl, substituted alkyl, alkoxides, alkylsilyls, alkyl,
alkylamines, halide, and hydrogen.

Ge(OR), Ay, (3)

Wherein the x 1s an integer from 1 to 4;
R can be independently selected from the group consist-

ing of alkyl and substituted alkyl; and

A can be independently selected from the group consist-
ing of alkyl, alkoxides, alkylsilyls, alkyl, substituted alkyl,
alkylamines, halide, and hydrogen.

Ge(NR'R¥), (4)

Wherein R can be independently selected from the group
consisting of hydrogen, alkyl and substituted alkyl; and
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R* can be independently selected from the group consist-
ing of alkyl and substituted alkyl;

Ge(NR'R"), A4, ()

Wherein the x 1s an integer from 1 to 4;

R’ can be independently selected from the group consist-
ing of hydrogen, alkyl and substituted alkyl; and

R" can be independently selected from the group consist-
ing of alkyl and substituted alkyl;

A can be mdependently selected from the group consist-
ing of alkyl, alkoxides, alkylsilyls, alkyl, substituted alkyl,
alkylamines, halide, and hydrogen.

Gen meRﬂf) 242 ( 6)

Wherein the n 1s an integer from 1 to 3;

R’ can be independently selected from the group consist-
ing of hydrogen, alkyl and substituted alkyl; and

R" can be independently selected from the group consist-
ing of alkyl and substituted alkyl;

GEH (OR)2n+2 (7)

Wherein the n 1s an mteger from 1 to 3; and
Wherein R can be independently selected from the group
consisting of alkyl and substituted alkyl;

GEH R2n+2 (8)

Wherein the n 1s an mteger from 1 to 3; and

R 1s an organic ligand and can be independently selected
from the group consisting of alkoxides, alkylsilyls, alkyl,
substituted alkyl, alkylamines.

AB X RIGE:_ Gﬂ RyAE -3’

Wherein the x 1s an integer from 1 to 3;

y 1s an integer from 1 to 3;

R 1s an organic ligand and can be independently selected
from the group consisting of alkoxides, alkylsilyls, alkyl,
substituted alkyl, alkylamines; and

A can be mdependently selected from the group consist-
ing of alkyl, alkoxides, alkylsilyls, alkyl, substituted alkyl,
alkylamines, halide, and hydrogen.

Preferred options for R include, but are not limited to,
methyl, ethyl, propyl, isopropyl, n-butyl, 1sobutyl, tertbutyl
for all formulas, more preferred in ethyl and methyl. In some
embodiments, the preferred options for R include, but are
not limited to, C,-C,, alkyls, alkenyls, and alkynyls and
substituted versions of those, more preferably C;-C, alkyls,
alkenyls, and alkenyls and substituted versions of those.

In some embodiments the Ge precursor comprises one or
more halides. For example, the precursor may comprise 1, 2,
or 3 halide ligands. However, as mentioned above, 1n some
embodiments the Ge precursor does not comprise a halide.

In some embodiments a germane (GeH, ) 1s not used. In
some embodiments a compound comprising Ge and hydro-
gen may be used. In some embodiments a germane may be
used, including, but not limited to, one or more of GeH, and
Ge,H6.

In some embodiments alkoxide Ge precursors may be
used, including, but not limited to, one or more of
Ge(OMe),, Ge(OEt),, Ge(OPr),, Ge(O"Pr), and
Ge(OBu),. In some embodiments the Ge precursor is
TDMAGe. In some embodiments the Ge precursor 1is
TDEAGe. In some embodiments the Ge precursor 1is
TEMAGe.

Selective Deposition of Ru and Other Noble Metals on
Metal

In some embodiments noble metal, preferably Ru metal,
1s selectively deposited on a first metal surface of a substrate,
such as a Cu, N1, Co, Al, W, Ru, or other noble metal,
relative to a second, non-metal surface of the same substrate.

(9)

10

15

20

25

30

35

40

45

50

55

60

65

26

In some embodiments noble metal may comprise one of Au,
Pt, Ir, Pd, Os, Ag, Hg, Po, Rh, Ru, Cu, Bi, Tc, Re, and Sb,
preferably Ru.

In some embodiments noble metal 1s selectively deposited
on a first metal surface of a substrate, such as a Cu, Ni, Co,
Al, W, Ru, or other noble metal surface, relative to a
hydrophilic surface of the same substrate. In some embodi-
ments the metal surface comprises an oxide such as CuOx,
Ni10Ox, CoOx or RuOx or another noble metal oxide. In some
embodiments a metal surface may no longer be conductive
alter 1t has been treated. For example, a metal surface may
be treated prior to or at the beginning of the selective
deposition process, such as by oxidation, and the treated
surface may no longer be conductive. In some embodiments
an existing metal oxide surface may be treated prior to or at
the beginning of the selective deposition process, such as by
reduction, and the treated surface may then comprise metal.

In some embodiments noble metal 1s selectively deposited
on a Cu surface relative to a second, different surface. In
some embodiments noble metal 1s selectively deposited on
a N1 surface relative to a second, different surface. In some
embodiments noble metal 1s selectively deposited on a Co
surface relative to a second, different surface. In some
embodiments noble metal 1s selectively deposited on a Al
surface relative to a second, different surface. In some
embodiments noble metal 1s selectively deposited on a W
surface relative to a second, different surface. In some
embodiments noble metal 1s selectively deposited on a Ru
surface relative to a second, different surface. In some
embodiments noble metal 1s selectively deposited on a noble
metal surface relative to a second, different surface.

In some embodiments the second surface 1s a hydrophilic
surface. In some embodiments the second, hydrophilic sur-
face may comprise at least some OH-groups. In some
embodiments the second surface 1s a —INH_ terminated
surface. In some embodiments the second surface 1s a —SH
terminated surface. In some embodiments the hydrophilic
surface 1s a dielectric surface. In some embodiments the
hydrophilic surtace may comprise S10,, a low k material, or
GeO,.

For example, Ru bis(cyclopentadienyl) compounds can be
highly non-reactive toward hydrophilic oxide surfaces. The
hydrophilic surface may comprise at least some OH-groups.
In some embodiments the hydrophilic surface 1s a dielectric
surface. In some embodiments the hydrophilic surface may
comprise S10,, a low k matenial, or GeO,. In some embodi-
ments noble metal, preferably Ru is selectively deposited by
a cyclical deposition process. In some embodiments Ru or
other noble metal deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 90% selective, at least about 95% selective, at
least about 96%, 97%, 98% or 99% or greater selective. In
some embodiments Ru or other noble metal deposition only
occurs on the first surface and does not occur on the second
surface. In some embodiments Ru or other noble metal
deposition on the first surface of the substrate relative to the
second surface of the substrate 1s at least about 80% selec-
tive, which may be selective enough for some particular

applications. In some embodiments deposition on the first
surface of the substrate relative to the second surface of the
substrate 1s at least about 350% selective, which may be
selective enough for some particular applications.

In some embodiments the amount of impurities present 1n
the selectively deposited noble metal film 1s low, which 1s
essential when aiming at high conductivity of the film. In
some embodiments the amounts of H, C and N impurities
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are typically in the order of 0.1 to 0.3 at-%. In some
embodiments the amount of residual oxygen 1s typically 1n
the range of 0.3 to 0.5 at-%.

In some embodiments Ru 1s selectively deposited by a
process such as those described 1n U.S. Pat. No. 6,824,816,
1ssued Nov. 30, 2002, the entire disclosure of which 1s
attached hereto 1n the Appendix and hereby incorporated
herein by reference.

In some embodiments Ru or another noble metal 1s
deposited by a process such as those described in U.S. Pat.
No. 7,666,773, 1ssued Feb. 23, 2010, or as described 1n U.S.
Pat. No. 8,025,922, 1ssued Sep. 27, 2011, the entire disclo-
sure of each of which 1s attached hereto 1n the Appendix and
hereby incorporated herein by reference.

In some embodiments a noble metal 1s selectively depos-
ited on a first surface of a substrate relative to a second,
different surface of the substrate by an ALD type process
comprising alternately and sequentially contacting the sub-
strate with a first noble metal precursor and a second
reactant.

In some embodiments a substrate comprising a first
surface and a second surface 1s provided and a noble metal
1s selectively deposited on a first surface of a substrate by n
ALD type deposition process comprising multiple cycles,
cach cycle comprising:

contacting the surface of a substrate with a vaporized first
noble metal precursor;

removing excess noble metal precursor and reaction
byproducts, 11 any, from the surface;

contacting the surface of the substrate with a second
vaporized reactant;

removing from the surface excess second reactant and any
gaseous by-products formed in the reaction between the
noble metal precursor law on the first surface of the substrate
and the second reactant, and;

repeating the contacting and removing steps until a noble
metal thin film of the desired thickness has been formed.

As mentioned above, i1n some embodiments one or more
surfaces of the substrate may be treated in order to enhance
deposition on one surface relative to one or more different
surfaces prior to beginning the deposition process. In some
embodiments the first, metal surface can be treated to
enhance deposition on the first surface relative to the second,
non-metal surface. In some embodiments the first, metal
surface can be activated, such as by surface modification. In
some embodiments the second, non-metal surface can be
treated to provide an OH-terminated surface, or can be
deactivated, such as by passivation, prior to deposition of
noble metal.

In some embodiments an existing metal oxide surface
may be treated prior to or at the beginning of the selective
deposition process, such as by reduction, and the treated
surface may then comprise metal. In some embodiments the
first surface comprising a metal oxide, for example CuO,
may be exposed to a reducing agent. In some embodiments
the reducing agent may comprise an organic compound. In
some embodiments the reducing agent may comprise an
organic compound containing at least one functional group
selected from —OH, —CHO, and —COOQOH. In some
embodiments, after pretreatment a first surface may no
longer comprise a metal oxide, for example CuO, and may
comprise a conductive metal surface, for example Cu. In
some embodiments the first, metal surface, for example a W
surface, 1s activated by, for example, treatment to form
S1—H surface terminations thereon. In some embodiments
activation of the first surface may comprise contacting the
first surface with a chemical that provides Si—H surface
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terminations. In some embodiments activation of the first
surface may comprise exposing the substrate to disilane to
form Si—H surface terminations on the first surface.

In some embodiments the second, non-metal surface 1s
deactivated, such as by a treatment to provide a surface on
which metal deposition 1s inhibited. In some embodiments
deactivation may comprise treatment with a passivation
chemical. In some embodiments the deactivation treatment
can occur prior to the deposition of a metal on a first metal
surface. In some embodiments the deactivation treatment
may be an 1n situ deactivation treatment. In some embodi-
ments deactivation of the hydrophilic surface may comprise
replacing at least OH-groups with other groups. In some
embodiments deactivation can include treatment to increase
the amount of OH-groups on the second, non-metal, surface.

In some embodiments a dielectric surface can be passi-
vated to mhibit deposition of a metal thereon. For example,
the dielectric surface may be contacted with a chemical that
provides a silylated (—S1—(CH,), or —S1(CH,);) surface

or a halogenated surface or a —SiH, surface. In some
embodiments the dielectric surface 1s chlorinated or fluori-
nated, such as a S1—Cl surface. A halogenated surface can
be achieved by treating the surface with a halide chemaical,
such as CCl, or a metal halide, which 1s capable of forming
volatile metal oxyhalides, such as WF ., NbF ., or NbC(Cl;, and
leaving the halide, such as the chloride or fluoride on the
surface. The passivation can be used to inhibit deposition of
a metal on a dielectric surface relative to a metal surface. In
some embodiments the passivation chemical 1s one or more
of trimethylchlorosilane (CH,),S1Cl (TMCS), trimethyldi-
methylaminosilane (CH;);S1iN(CH,), or another type of
alkyl substituted silane having formula R, S1X_, wherein x
1s from 1 to 3 and each R can independently selected to be
a C1-C5 hydrocarbon, such as methyl, ethyl, propyl or butyl,
preferably methyl, and X 1s halide or X 1s another group
capable of reacting with OH-groups, such as an alkylamino
group —NRI1R,, wherein each R, can be independently
selected to be hydrogen or C1-C5 hydrocarbon, preferably
methyl or ethyl, R, can be independently selected to be
C1-C5 hydrocarbon, preferably methyl or ethyl, preferably
X 1s chloride or dimethylamino. In some embodiments the
passivation chemical can be a silane compound comprising
at least one alkylamino group, such as bis(diethylamino)
silane, or a silane compound comprising a SiH, group, or
silazane, such hexamethyldisilazane (HMDS).

Although the illustrated noble metal deposition cycle
begins with contacting the substrate with the first noble
metal precursor, in other embodiments the deposition cycle
begins with contacting the substrate with the second reac-
tant. It will be understood by the skilled artisan that con-
tacting the substrate surface with the first noble metal
precursor and second reactant are interchangeable in the
ALD cycle.

When the noble metal precursor contacts the substrate, the
noble metal precursor may form at least a monolayer, less
than a monolayer, or more than a monolayer.

In some embodiments, a carrier gas 1s flowed continu-
ously to a reaction space throughout the deposition process.
In some embodiments 1 each deposition cycle the first
germanium precursor 1s pulsed into a reaction chamber. In
some embodiments excess noble metal precursor 1s then
removed from the reaction chamber. In some embodiments,
the carrier gas comprises nitrogen. In some embodiments a
separate purge gas 1s utilized.

In some embodiments, the reactants and reaction by-
products can be removed from the substrate surface by
stopping the tlow of second reactant while continuing the
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flow of an inert carrier gas. In some embodiments the
substrate 1s moved such that different reactants alternately
and sequentially contact the surface of the substrate 1n a
desired sequence for a desired time. In some embodiments
the removing steps are not performed. In some embodiments
no reactant may be removed from the various parts of a
chamber. In some embodiments the substrate 1s moved from
a part of the chamber containing a first precursor to another
part of the chamber containing the second reactant. In some
embodiments the substrate 1s moved from a first reaction
chamber to a second, diferent reaction chamber.

A noble metal precursor employed in the ALD type
processes may be solid, liquid, or gaseous material under
standard conditions (room temperature and atmospheric
pressure), provided that a noble metal precursor 1s 1n vapor
phase before it 1s contacted with the substrate surface.

Contacting a substrate surface with a vaporized precursor
means that the precursor vapor 1s in contact with the
substrate surface for a limited period of time. Typically, the
contacting time 1s from about 0.05 to 10 seconds. However,
depending on the substrate type and its surface area, the
contacting time may be even higher than 10 seconds. Con-
tacting times can be on the order of minutes in some cases.
The optimum contacting time can be determined by the
skilled artisan based on the particular circumstances. In
some embodiments the substrate 1s moved such that different
reactants alternately and sequentially contact the surface of
the substrate 1n a desired sequence for a desired time. In
some embodiments the substrate 1s moved from a first
reaction chamber to a second, diflerent reaction chamber. In
some embodiments the substrate 1s moved within a first
reaction chamber.

In some embodiments “contacting” a substrate with a
vaporized precursor may comprise the precursor vapor being,
conducted a the chamber for a limited period of time.
Typically, the contacting time 1s from about 0.05 to 10
seconds. However, depending on the substrate type and its
surface area, the contacting time may be even higher than 10
seconds. Preferably, for a 300 mm wafer 1n a single watler
ALD reactor, the substrate 1s contacted by noble metal
precursor for from 0.05 to 10 seconds, more preferably for
from 0.5 to 3 seconds and most preferably for about 0.5 to
1.0 seconds. In some embodiments the substrate 1s contacted
by the second reactant for from about 0.05 to 10 seconds,
more preferably for from 1 to 5 seconds, most preferably
about for from 2 to 3 seconds. Contacting times can be on
the order of minutes 1n some cases. The optimum contacting,
time can be readily determined by the skilled artisan based
on the particular circumstances.

The mass flow rate of the noble metal precursor can be
determined by the skilled artisan. In one embodiment, for
deposition on 300 mm wafers the tflow rate of noble metal
precursor 1s preferably between about 1 and 1000 sccm
without limitation, more preferably between about 100 and
500 sccm. The mass flow rate of the noble metal precursor
1s usually lower than the mass flow rate of oxygen, which 1s
usually between about 10 and 10000 sccm without limita-
tion, more preferably between about 100-2000 sccm and
most preferably between 100-1000 scem.

In some embodiments removing reaction byproducts can
comprise evacuating the chamber with a vacuum pump
and/or by replacing the gas 1nside the reactor with an inert
gas such as argon or nitrogen. Typical removal times are
from about 0.05 to 20 seconds, more preferably between
about 1 and 10, and still more preferably between about 1
and 2 seconds.
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In some embodiments before starting the deposition of the
film, the substrate 1s typically heated to a suitable growth
temperature. In some embodiments, the growth temperature
of the noble metal thin film 1s between about 150° C. and
about 450° C., more preferably between about 200° C. and
about 400° C. In some embodiments the preferred deposi-
tion temperature may vary depending on a number of factors
such as, and without limitation, the reactant precursors, the
pressure, flow rate, the arrangement of the reactor, and the
composition of the substrate including the nature of the
material to be deposited on and the nature of the material on
which deposition 1s to be avoided. The specific growth
temperature may be selected by the skilled artisan using
routine experimentation in view of the present disclosure to
maximize the selectivity of the process.

The processing time depends on the thickness of the layer
to be produced and the growth rate of the film. In ALD, the
growth rate of a thin film 1s determined as thickness increase
per one cycle. One cycle consists of the pulsing and purging
steps ol the precursors and the duration of one cycle 1s
typically between about 0.2 and 30 seconds, more preferably
between about 1 and 10 seconds, but it can be on order of
minutes or more 1 some cases.

In some embodiments the noble metal thin film comprises
multiple monolayers of a single noble metal. However, in
some embodiments, the final metal structure may comprise
noble metal compounds or alloys comprising two or more
different noble metals. For example, the growth can be
started with the deposition of platinum and ended with the
deposition of ruthenium metal. Noble metals are preferably
selected from the group consisting of Pt, Au, Ru, Rh, Ir, Pd
and Ag.

Noble metals are well known 1n the art and include, for
example, Ru, Rh, Pd, Ag, Re, Os, Ir, and Pt. Suitable noble
metal precursors may be selected by the skilled artisan. In
general, metal compounds where the metal 1s bound or
coordinated to oxygen, nitrogen, carbon or a combination
thereol are preferred. In some embodiments metallocene
compounds, beta diketonate compounds and acetamidinato
compounds are used.

In some embodiments noble metal precursors are cyclo-
pentadienyl and acetylacetonate (acac) precursor com-
pounds. In some embodiments a bis(ethylcyclopentadienyl)
noble metal compound 1s used.

In some embodiments a noble metal precursor may be
selected from the group consisting of bis(cyclopentadienyl)
ruthentum, tri1s(2,2,6,6 tetramethyl 3,5-heptanedionato)ru-
themmum and tris(N,N'-diisopropylacetamidinato jruthenium

(III) and their denvatives, such as  bis(N,N'-
dusopropylacetamidinato)ruthemmum(Il)  dicarbonyl, bis
(ethylcyclopentadienyl)ruthenium, bis

(pentamethylcyclopentadienyl)ruthenium and  bis(2,2,6,6
tetramethyl 3,5-heptanedionato)(1,5 cyclooctadiene)ruthe-
nium(II). In some embodiments, the precursor 1s bis(ethyl-
cyclopentadienyl) ruthenium (Ru(EtCp)2).

In some embodiments noble metal precursors can include
(trimethyl)methylcyclopentadienylplatinum(IV), platinum
(II) acetylacetonato, bis(2,2,6,6 tetramethyl 3,5 heptane-
dionato)platinum(Il) and their denvatives.

In some embodiments noble metal precursors can include
tris(acetylacetonato irndium(IIl) and derivatives thereof.

In some embodiments noble metal precursors can include
bis(hexafluoroacetylacetonate )palladium(1I) and derivatives
thereof.

In some embodiments the second reactant comprises an
oxygen containing reactant. In some embodiments the sec-
ond reactant can comprise oxygen or a mixture of oxygen
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and another gas. In some embodiments the second reactant
may comprises diatomic oxygen, or a mixture of diatomic
oxygen and another gas. In some embodiments the second
reactant may comprise an oxygen containing compound,
such as H,O,, N,O and/or an organic peroxide. In some
embodiments a second reactant may form oxygen 1nside a
reaction chamber, for example by decomposing oxygen
containing compounds. In some embodiments a second
reactant may comprise catalytically formed oxygen. In some
embodiments the catalytical formation of a second reactant
comprising oxygen may include conducting a vaporized
aqueous solution of H,O, over a catalytic surface, for
example platinum or palladium. In some embodiments a
catalytic surface may be located inside a reaction chamber.
In some embodiments a catalytic surface may not be located
inside the reaction chamber.

In some embodiments the second reactant comprises
free-oxygen or ozone, more preferably molecular oxygen.
The second reactant 1s preferably pure molecular diatomic
oxygen, but can also be a mixture of oxygen and 1nactive
gas, for example, nitrogen or argon.

In some embodiments the second reactant preferably
comprises a free-oxygen containing gas, more preferably a
molecular oxygen-containing gas, and can therefore consist
of a mixture of oxygen and inactive gas, for example,
nitrogen or argon. In some embodiments preferred oxygen
content of the second reactant 1s from about 10 to 25%. In
some embodiments one preferred source of oxygen 1s air. In
the case of relatively small substrates (e.g., up to 4 inch
walers) the mass flow rate of the second reactant may
preferably between about 1 and 25 sccm, more preferably
between about 1 and 8 sccm. In case of larger substrates the
mass flow rate of the second reactant gas may be scaled up
as 1s understood by one of skill in the art.

Examples of suitable arrangements of reactors used for
the deposition of thin films according to the processes
disclosed herein are, for instance, commercially available
ALD equipment, such as the F-120 and Pulsar™ reactors,
produced by ASM Microchemistry Ltd. In addition to these
ALD reactors, many other kinds of reactors capable for ALD
growth of thin films, including CVD reactors equipped with
appropriate equipment and means for pulsing the precursors,
can be employed for carrying out the processes disclosed
heremn. In some embodiments the growth processes can
optionally be carried out in a cluster tool, where the substrate
arrives Irom a previous process step, the metal film 1s
produced on the substrate, and then the substrate 1s trans-
ported to the following process step. In a cluster tool, the
temperature of the reaction space can be kept constant,
which clearly improves the throughput compared to a reac-
tor 1n which 1s the substrate 1s heated up to the process
temperature before each run.

Selective Deposition of W on Metal

In some embodiments W 1s selectively deposited on a
metal surface, such as Ni, Co, Cu, Al, W, Ru, or other noble
metal relative to a hydrophilic surface of the same substrate,
such as a passivated surface. In some embodiments W 1s
selectively deposited on a Cu surface, relative to a second,
different surface. In some embodiments W 1s selectively
deposited on a Ni surface, relative to a second, different
surface. In some embodiments W 1s selectively deposited on
a Co surface, relative to a second, different surface. In some
embodiments W 1s selectively deposited on a Al surface,
relative to a second, different surface. In some embodiments
W 1s selectively deposited on a Ru surface, relative to a
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second, different surface. In some embodiments W 1s selec-
tively deposited on a noble metal surface, relative to a
second, different surface.

In some embodiments W deposition on the first surface of
the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments W deposition only occurs on the first
surface and does not occur on the second surface. In some
embodiments W deposition on the first surface of the sub-
strate relative to the second surface of the substrate 1s at least
about 80% selective, which may be selective enough for
some particular applications. In some embodiments deposi-
tion on the first surface of the substrate relative to the second
surface of the substrate 1s at least about 50% selective, which
may be selective enough for some particular applications.

In some embodiments the second surface 1s a hydrophilic
surface. In some embodiments the hydrophilic surface may
comprise at least some OH-groups. In some embodiments
the second surface 1s a —INHXx terminated surface. In some
embodiments the second surface 1s a —SHx terminated
surface. In some embodiments the hydrophilic surface 1s a
dielectric surface. In some embodiments the hydrophilic
surface may comprise S10,, a low k matenial, or GeQ.,,.

As previously discussed, in some embodiments the sec-
ond surface 1s treated to facilitate selective deposition of W
on a metal surface relative to the second surface. For
example, the second surface may be treated to provide a
hydrophilic OH-terminated surface. In some embodiments a
hydrophilic OH-terminated surface may be treated to
increase the amount of OH-groups on the surface. For
example, the dielectric surface may be exposed to H,O
vapor 1n order to increase the number of OH-groups at the
surface. Another example includes exposing a dielectric
surface to a carrier gas that has flowed through a bubbler at
a temperature of between 25° C. and 40° C. In some
embodiments the dielectric surface 1s exposed to air 1n order
to provide a hydrophilic surface that comprises at least some
OH-groups. In some embodiments a hydrophilic surface 1s
not treated prior to deposition.

In some embodiments a dielectric surface can be passi-
vated to mhibit deposition of a metal thereon. For example,
the dielectric surface may be contacted with a chemaical that
provides a silylated (—S1—(CH,),_ or —S1(CH,),) surtace
or a halogenated surface or a —SiH, surface. In some
embodiments the dielectric surface i1s chlorinated or fluor-
nated, such as a S1—Cl1 surface. A halogenated surface can
be achieved by treating the surface with a halide chemical,
such as CCl, or a metal halide, which 1s capable of forming
volatile metal oxyhalides, such as WF ., NbF ., or NbC(Cl;, and
leaving the halide, such as the chloride or fluoride on the
surface. The passivation can be used to inhibit deposition of
a metal on a dielectric surface relative to a metal surface. In
some embodiments the passivation chemical 1s one or more
of trimethylchlorosilane (CH,);S1Cl1 (TMCS), trimethyldi-
methylaminosilane (CH,),SiIN(CH,), or another type of
alkyl substituted silane having formula R, Si1X , wherein x
1s from 1 to 3 and each R can independently selected to be
a C1-C5 hydrocarbon, such as methyl, ethyl, propyl or butyl,
preferably methyl, and X 1s halide or X 1s another group
capable of reacting with OH-groups, such as an alkylamino
group —NRI1R2, wherein each R1 can be independently
selected to be hydrogen or C1-C5 hydrocarbon, preferably
methyl or ethyl, R2 can be independently selected to be
C1-C5 hydrocarbon, preferably methyl or ethyl, preferably
X 1s chloride or dimethylamino. In some embodiments the
passivation chemical can be a silane compound comprising
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at least one alkylamino group, such as bis(diethylamino)
silane, or a silane compound comprising a SiH, group, or
silazane, such hexamethyldisilazane (HMDS). For example,
in some embodiments the hydrophilic surface may be con-
tacted with a chemical that provides an H-terminated sur-
face. In some embodiments a hydrophilic surface 1s passi-
vated against W deposition by forming a layer of Sb on the
hydrophilic surface according to methods previously dis-
cussed 1n the present disclosure.

In some embodiments W 1s selectively deposited by a
cyclical deposition process.

In some embodiments W 1s selectively deposited by a
process such as that described in US Publication No. 2013/
0196502, published Aug. 1, 2013, the disclosure of which 1s
hereby incorporated 1n its entirety.

In some embodiments the methods comprise selectively
depositing W on a substrate comprising a {irst metal surface
and a second hydrophilic surface using a plurality of depo-
sition cycles. The cycle comprises: contacting the substrate
with a first precursor comprising silicon or boron to selec-
tively form a layer of first material comprising S1 or B over
the first metal surface relative to the second dielectric
surface; and converting the first material to a second metallic
material by exposing the substrate to a second precursor
comprising metal.

In some embodiments a substrate comprising a first
surface and a second surface 1s provided and a metal, here
W, 1s selectively deposited on a first surface of a substrate by
a cyclical deposition process comprising multiple cycles,
cach cycle comprising:

contacting the surface of a substrate with a vaporized first
precursor, for example comprising S1 or B;

removing excess first precursor and reaction by products,
il any, from the surface;

contacting the surface of the substrate with a second
vaporized precursor, for example WFE;

removing from the surface excess second precursor and
any gaseous by-products formed 1n the reaction between the
first precursor layer on the first surface of the substrate and
the second precursor, and;

repeating the contacting and removing steps until a metal,
here W, thin film of the desired thickness has been formed.

As mentioned above, 1n some embodiments one or more
surfaces of the substrate may be treated 1n order to enhance
deposition on one surface relative to one or more different
surfaces prior to beginming the deposition process. In some
embodiments the second, non-metal surface can be treated to
provide an OH-terminated surface, or can be deactivated,
such as by passivation, prior to deposition of the metal, here
W.

Although the illustrated W deposition cycle begins with
contacting the substrate with the first W precursor, in other
embodiments the deposition cycle begins with contacting
the substrate with the second reactant. It will be understood
by the skilled artisan that contacting the substrate surface
with the first W precursor and second reactant are inter-
changeable 1n the deposition cycle.

First Precursors

In some embodiments a first precursor 1s provided to the
substrate such that a layer 1s selectively formed on a first
metal surface of the substrate relative to a second different
surface of the substrate. In some embodiments the first
precursor preferably comprises silicon or boron. In some
embodiments a 0.05-4 nm thick layer of S1 or B 1s formed
on the first surface of the substrate. In some embodiments a
0.1-2 nm thick layer of S1 or B 1s formed on the first surface
of the substrate. In some embodiments less than 1 nm of Si
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or B can be used. Without being bound to a theory, it is
believed that the first metal surface on the substrate can
catalyze or assist 1n the adsorption or decomposition of the
first precursor 1n comparison to the reactivity of the second
surtace or insulator. In some embodiments the formation of
s1licon or boron on the first surface 1s self-limiting, such that
up to a monolayer 1s formed upon exposure to the reactant.
In some embodiments the silicon or boron source chemical
can decompose on the first surface.

In some embodiments, the silicon source chemical i1s
selected from the silane family S1 H, ., (n 1s equal to or
greater than 1) or the cyclic silane family S1, H,n (n 1s equal
to or greater than 3). In some embodiments the silicon
source comprises silane or disilane. Most preferably the
silane 1s disilane S1,H or trisilane S1;H,. In some embodi-
ments the silicon source can be selected from silane com-
pounds having the formula: SiH,L,, where L 1s a ligand
selected from the groups including: alkyl, alkenyl, alkynyl,
alkoxide, and amine. In some cases L 1s a ligand selected
from the halide group: F, Cl, Br and I.

In some embodiments the first precursor comprises boron.
In some embodiments the first precursor 1s diborane (B,H,).
Diborane has similar properties to some of the silane based
compounds. For example, diborane has a lower decompo-
sition temperature than disilane but similar thermal stability
to trisilane (silcore).

Other precursors comprising boron could also be used.
The availability of a vast number of boron compounds
makes 1t possible to choose one with the desired properties.
In addition, i1t 1s possible to use more than one boron
compound. Preferably, one or more of the following boron
compounds 1s used:

Boranes according to formula I or formula II.

B, H

TR

(D

Wherein n 1s an mteger from 1 to 10, preferably from 2
to 6, and X 1s an even integer, preferably 4, 6 or 8.

B,H,, (1)

Wherein n 1s an mteger from 1 to 10, preferably form 2
to 6, and m 1s an integer different than n, from 1 to 10,
preferably from 2 to 6.

Of the above boranes according to formula I, examples
include nido-boranes (B, H, _,), arachno-boranes (B H _.)
and hyph-boranes (B H _.). Of the boranes according to
formula II, examples include conjuncto-boranes (B H_).
Also, borane complexes such as (CH,CH,),N—BH, can be
used.

Borane halides, particularly fluorides, bromides and chlo-
rides. An example of a suitable compound 1s B,H.Br.
Further examples comprise boron halides with a high boron/
halide ratio, such as B,F,, B,Cl, and B,Br,. It 1s also
possible to use borane halide complexes.

Halogenoboranes according to formula III.

B X, (I11)

Wherein X 1s C1 or Br and n 1s 4 or an imteger from 8 to
12 when X 1s C1, or n 1s an integer from 7 to 10 when X 1s
Br.

Carboranes according to formula IV.

CoB,H (IV)

X

Wherein n 1s an mteger from 1 to 10, preferably from 2
to 6, and X 1s an even integer, preferably 2, 4 or 6.

Examples of carboranes according to formula IV include
closo-carboranes (C,B H_ _,), nido-carboranes (C.B H__.)
and arachno-carboranes (C.B H_ _ ).
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Amine-borane adducts according to formula V.

R,;NBX, V)

Wherein R 1s linear or branched C1 to C10, preferably C1
to C4 alkyl or H, and X 1s linear or branched C1 to C10,
preferably C1 to C4 alkyl, H or halogen.

Aminoboranes where one or more of the substituents on
B 1s an amino group according to formula VI.

RN (V)

Wherein R 1s linear or branched C1 to C10, preterably C1
to C4 alkyl or substituted or unsubstituted aryl group.

An example of a suitable aminoborane 1s (CH,),
NB(CH,),.

Cyclic borazine (—BH-—INH-—); and its volatile deriva-
tives.

Alkyl borons or alkyl boranes, wherein the alkyl 1s
typically linear or branched C1 to C10 alkyl, preferably C2
to C4 alkyl.

In some embodiments the first precursor comprises ger-
manium. In some embodiments, the germanium source
chemical 1s selected from the germane family Ge H, . (n
1s equal to or greater than 1) or the cyclic germane family
Ge H, (n 1s equal to or greater than 3). In some preferred
embodiments the germanium source comprises germane
GeH,. In some embodiments the germanium source can be
selected from germane compounds having the formula:
GeH,L,, where L. 1s a ligand selected from the groups
including: alkyl, alkenyl, alkynyl, alkoxide, and amine. In
some cases L 1s a ligand selected from the halide group: F,
Cl, Br and L.

W Precursors

In some embodiments the second precursor preferably
comprises W. In some embodiments the second precursor
comprises a W halide (F, Cl, Br, I). In some embodiments the
second precursor preferably comprises fluorine. In some
embodiments, the second precursor comprises WE...
Selective Deposition of Al on Metal

In some embodiments Al 1s selectively deposited on a
metal surface, such as Ni, Co, Cu, Al, W, Ru, or other noble
metal relative to a hydrophilic surface of the same substrate,
such as a passivated surface. In some embodiments Al 1s
selectively deposited on a Cu surface, relative to a second,
different surface. In some embodiments Al 1s selectively
deposited on a N1 surface, relative to a second, different—
surface. In some embodiments Al 1s selectively deposited
on a Co surface, relative to a second, different surface. In
some embodiments Al 1s selectively deposited on a Al
surface, relative to a second, diferent surface. In some
embodiments Al 1s selectively deposited on a Ru surface,
relative to a second, different surface. In some embodiments
Al 1s selectively deposited on a noble metal surface, relative
to a second, different surface.

In some embodiments Al deposition on the first surface of
the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments Al deposition only occurs on the first
surtace and does not occur on the second surface. In some
embodiments Al deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 80% selective, which may be selective enough
for some particular applications. In some embodiments
deposition on the first surface of the substrate relative to the
second surface of the substrate 1s at least about 50% selec-
tive, which may be selective enough for some particular
applications.
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In some embodiments the second surface 1s a hydrophilic
surface. In some embodiments the hydrophilic surface may
comprise at least some OH-groups. In some embodiments
the second surface 1s a —NH_ terminated surface. In some
embodiments the second surface 1s a —SH_ terminated
surface. In some embodiments the hydrophilic surface 1s a
dielectric surface. In some embodiments the hydrophilic
surface may comprise S10,, a low k matenial, or GeQO,.

As previously discussed, in some embodiments the sec-
ond surface 1s treated to facilitate selective deposition of Al
on a metal surface relative to the second surface. For
example, the second surface may be treated to provide a
hydrophilic OH-terminated surface. In some embodiments a
hydrophilic OH-terminated surface may be treated to
increase the amount of OH-groups on the surface. For
example, the dielectric surface may be exposed to H,O
vapor 1n order to increase the number of OH-groups at the
surface. Another example includes exposing a dielectric
surface to a carrier gas that has flowed through a bubbler at
a temperature of between 25° C. and 40° C. In some
embodiments the dielectric surface 1s exposed to air 1n order
to provide a hydrophilic surface that comprises at least some
OH-groups. In some embodiments a hydrophilic surface 1s
not treated prior to deposition.

In some embodiments the hydrophilic surface 1s deacti-
vated, such as by passivation prior to deposition of Al. In
some embodiments deactivation of the hydrophilic surface
may comprise replacing at least OH-groups with other
groups. In some embodiments the hydrophilic dielectric
surface 1s treated with a passivation chemical to form a
passivated surface. For example, the hydrophilic surface
may be silylated or halogenated, such as chlorinated or
fluorinated, prior to deposition of the Al. In some embodi-
ments the hydrophilic surface may be treated to form a
silylated surface, such as a silylated —S1—(CH,), or —S1
(CH,), surface. In some embodiments the hydrophilic sur-
face may be treated to form a halogenated surface, such as
a chlorinated or fluorinated surface. For example, the halo-
genated surface may be a Si—Cl surface. In some embodi-
ments the hydrophilic surface may be treated to provide a
H-terminated surface, for example a —SiH, surface. For
example, 1n some embodiments the hydrophilic surface may

be contacted with a chemaical that provides an H-terminated
surtace.

As noted above, processes described herein enable use of
ALD type deposition techniques to selectively deposit Al.
The ALD type deposition process 1s mostly surface-con-
trolled (based on controlled reactions at the first substrate
surface) and thus has the advantage of providing high
conformality at relatively low temperatures. However, 1n
some embodiments, the Al precursor may at least partially
decompose. Accordingly, in some embodiments the ALD
type process described herein 1s a pure ALD process in
which no decomposition of precursors i1s observed. In other
embodiments reaction conditions, such as reaction tempera-
ture, are selected such that a pure ALD process 1s achieved
and no precursor decomposition takes place.

In some embodiments Al 1s selectively deposited by a
vapor deposition process. In some embodiments an alumi-
num precursor comprising an Al-—H compound 1s used. In

some embodiments Al 1s selectively deposited by a process
such as that described 1n The Chemistry of Metal CVD,

edited by Toivo Kodas and Mark Hampden-Smith, Wein-
heim; VCH, 1994, ISBN 3-527-29071-0, section 2.6.6, pp.
57 and 83, the disclosure of which 1s incorporated herein 1n
its entirety. Other methods of vapor deposition of Al are
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known 1n the art and can be adapted to selectively deposit Al
on a first metal surface relative to a second, diflerent surface.

In some embodiments Al 1s selectively deposited by a
vapor deposition process. In some embodiments Al 1s selec-
tively deposited by a cyclical deposition process. In some
embodiments Al 1s selectively deposited on a first surface of
a substrate relative to a second, different surface of the
substrate by an ALD type process comprising alternately and
sequentially contacting the substrate with a first Al precursor
and a second reactant.

In some embodiments a substrate comprising a first
surface and a second surface 1s provided and a metal, here
Al, 1s selectively deposited on a first surface of a substrate
by a cyclical deposition process comprising multiple cycles,
cach cycle comprising;:

contacting the surface of a substrate with a vaporized first
metal precursor, for example DMAH or DMEAA;

removing excess metal precursor and reaction by prod-
ucts, 1f any, from the surface;

contacting the surface of the substrate with a second
vaporized reactant, for example H.,;

removing from the surface excess second reactant and any
gaseous by-products formed in the reaction between the
metal precursor layer on the first surface of the substrate and
the second reactant, and;

repeating the contacting and removing steps until a metal,
here Al, thin film of the desired thickness has been formed.

As mentioned above, 1n some embodiments one or more
surfaces of the substrate may be treated 1n order to enhance
deposition on one surface relative to one or more different
surfaces prior to beginming the deposition process. In some
embodiments the second, non-metal surface can be treated to
provide an OH-terminated surface, or can be deactivated,
such as by passivation, prior to deposition of the metal, here
Al.

Although the illustrated Al deposition cycle begins with
contacting the substrate with the first Al precursor, 1n other
embodiments the deposition cycle begins with contacting
the substrate with the second reactant. It will be understood
by the skilled artisan that contacting the substrate surface
with the first Al precursor and second reactant are inter-
changeable 1n the deposition cycle.

When the Al precursor contacts the substrate, the Al
precursor may form at least a monolayer, less than a mono-
layer, or more than a monolayer.

In some embodiments the Al precursor comprises an
Al—H compound. In some embodiments the Al precursor
comprises an alane. In some embodiments the Al precursor
comprises at least one of trimethylamine alane (TMAA),
trimethylamine alane (TEAA), and dimethylethylamine
alane (DMEAA). In some embodiments the Al precursor 1s
selected from trimethylaluminum (TMA), triethylaluminum
(TEA), triisobutylaluminum (TIBA), diethyaluminum chlo-
ride (DEACI), Dimethylaluminum hydride (DMAH), trim-
cthylamine alane (TMAA), trimethylamine alane (TEAA),
dimethylethylamine alane (DMEAA), and trimethylamine
alumina borane (TMAAB). The Al precursor may be pro-
vided with the aid of an 1nert carrier gas, such as argon.

In some embodiments the second reactant comprises
hydrogen. In some embodiments the second reactant com-
prises hydrogen gas.

Selective Deposition of Cu on Metal

In some embodiments Cu 1s selectively deposited on a
metal surface, such as Ni, Co, Cu, Al, Ru, or other noble
metal relative to a hydrophilic surface of the same substrate,
such as a passivated surface. In some embodiments Cu 1s
selectively deposited on a Cu surface, relative to a second,
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different surface. In some embodiments Cu 1s selectively
deposited on a Ni surface, relative to a second, different—
surface. In some embodiments Cu 1s selectively deposited
on a Co surface, relative to a second, diflerent surface. In
some embodiments Cu i1s selectively deposited on a Al
surface, relative to a second, diferent surface. In some
embodiments Cu 1s selectively deposited on a Ru surface,
relative to a second, different surface. In some embodiments
Cu 1s selectively deposited on a noble metal surface, relative
to a second, different surface.

In some embodiments Cu deposition on the first surface of
the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments Cu deposition only occurs on the first
surface and does not occur on the second surface. In some
embodiments Cu deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 80% selective, which may be selective enough
for some particular applications. In some embodiments
deposition on the first surface of the substrate relative to the
second surface of the substrate 1s at least about 50% selec-
tive, which may be selective enough for some particular
applications.

In some embodiments the second surface 1s a hydrophilic
surface. In some embodiments the hydrophilic surface may
comprise at least some OH-groups. In some embodiments
the second surface 1s a —NH_ terminated surface. In some
embodiments the second surface 1s a —SH_ terminated
surface. In some embodiments the hydrophilic surface 1s a
dielectric surface. In some embodiments the hydrophilic
surface may comprise S10,, a low k matenial, or GeQ.,.

As previously discussed, in some embodiments the sec-
ond surface 1s treated to facilitate selective deposition of Cu
on a metal surface relative to the second surface. For
example, the second surface may be treated to provide a
hydrophilic OH-terminated surface. In some embodiments a
hydrophilic OH-terminated surface may be treated to
increase the amount of OH-groups on the surface. For
example, the dielectric surface may be exposed to H,O
vapor 1n order to increase the number of OH-groups at the
surface. Another example includes exposing a dielectric
surface to a carrier gas that has flowed through a bubbler at
a temperature of between 25° C. and 40° C. In some
embodiments the dielectric surface 1s exposed to air 1n order
to provide a hydrophilic surface that comprises at least some
OH-groups. In some embodiments a hydrophilic surface 1s
not treated prior to deposition.

In some embodiments the hydrophilic surface 1s deacti-
vated, such as by passivation prior to deposition of Cu. In
some embodiments deactivation of the hydrophilic surface
may comprise replacing at least OH-groups with other
groups. In some embodiments the hydrophilic dielectric
surface 1s treated with a passivation chemical to form a
passivated surface. For example, the hydrophilic surface
may be silylated or halogenated, such as chlorinated or
fluorinated, prior to deposition of the Cu. In some embodi-
ments the hydrophilic surface may be treated to form a
silylated surface, such as a silylated —S1—(CH,)_ or —Si1
(CH,), surface. In some embodiments the hydrophilic sur-
face may be treated to form a halogenated surface, such as
a chlorinated or fluorinated surface. For example, the halo-
genated surface may be a S1—Cl surface. In some embodi-
ments the hydrophilic surface may be treated to provide a
H-terminated surface, for example a —Si1H; surface. For
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example, 1n some embodiments the hydrophilic surface may
be contacted with a chemical that provides an H-terminated
surface.

As noted above, processes described herein enable use of
ALD type deposition techniques to selectively deposit Cu.
The ALD type deposition process 1s mostly surface-con-
trolled (based on controlled reactions at the first substrate
surface) and thus has the advantage of providing high
conformality at relatively low temperatures. However, 1n
some embodiments, the Cu precursor may at least partially
decompose. Accordingly, in some embodiments the ALD
type process described herein 1s a pure ALD process in
which no decomposition of precursors 1s observed. In other
embodiments reaction conditions, such as reaction tempera-
ture, are selected such that a pure ALD process 1s achieved
and no precursor decomposition takes place.

In some embodiments Cu 1s selectively deposited by a
cyclical deposition process. In some embodiments Cu can be
selectively deposited by decomposing Cu(l) N,N'-di-sec-
butylacetamidinate [Cu(sec-Bu2-AMD)]2, as disclosed in
Booyong S Lim, Antti Rahtu, Roy G Gordon, Nature Mate-
rials, Vol. 2, NOVEMBER 2003, www.nature.com/nature-
materials, the disclosure of which 1s incorporated herein in
its entirety.

In some embodiments Cu 1s selectively deposited by an
ALD type deposition process. In some embodiments Cu 1s
selectively deposited by a cyclical deposition process. In
some embodiments Cu 1s selectively deposited on a first
surface of a substrate relative to a second, different surface
of the substrate by an ALD type process comprising alter-
nately and sequentially contacting the substrate with a first
Cu precursor and a second reactant.

In some embodiments a substrate comprising a first
surface and a second surface 1s provided and a metal, here
Cu, 1s selectively deposited on a first surface of a substrate
by an ALD type deposition process comprising multiple
cycles, each cycle comprising:

contacting the surface of a substrate with a vaporized first
metal precursor, for example Cu acetamidinate;

removing excess metal precursor and reaction by prod-
ucts, 1f any, from the surface;

contacting the surface of the substrate with a second
vaporized reactant, for example H.,;

removing {rom the surface excess second reactant and any
gaseous by-products formed in the reaction between the
metal precursor layer on the first surface of the substrate and
the second reactant, and;

repeating the contacting and removing steps until a metal,
here Cu, thin film of the desired thickness has been formed.

As mentioned above, in some embodiments one or more
surfaces of the substrate may be treated in order to enhance
deposition on one surface relative to one or more different
surfaces prior to beginming the deposition process. In some
embodiments the second, non-metal surface can be treated to
provide an OH-terminated surface, or can be deactivated,
such as by passivation, prior to deposition of the metal, here
Cu.

Although the 1illustrated Cu deposition cycle begins with
contacting the substrate with the first Cu precursor, 1n other
embodiments the deposition cycle begins with contacting
the substrate with the second reactant. It will be understood
by the skilled artisan that contacting the substrate surface
with the first Cu precursor and second reactant are inter-
changeable 1n the ALD cycle.

When the Cu precursor contacts the substrate, the Cu
precursor may form at least a monolayer, less than a mono-
layer, or more than a monolayer.
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In some embodiments the Cu precursor comprises a Cu
acetamidinate or a derivative thereof. In some embodiments
the Cu precursor comprises Cu(l) N,N'-di-sec-butylacet-
amidinate [Cu(sec-Bu,-AMD)],. The Cu precursor may be
provided with the aid of an inert carrier gas, such as argon.

In some embodiments the second reactant comprises
hydrogen. In some embodiments the second reactant com-
prises hydrogen gas.

Selective Deposition of Metal or Metal Oxide on Dielectric

As mentioned above, 1n some embodiments a metal or
metal oxide material 1s selectively deposited on a first
hydrophilic surface of a substrate relative to a second,
different surface, such as a conductive surface, metal sur-
face, or H-terminated surface of the same substrate.

In some embodiments metal or metal oxide deposition on
the first surface of the substrate relative to the second surface
of the substrate 1s at least about 90% selective, at least about
95% selective, at least about 96%, 97%., 98% or 99% or
greater selective. In some embodiments metal or metal oxide
deposition only occurs on the first surface and does not occur
on the second surface. In some embodiments metal or metal
oxide deposition on the first surface of the substrate relative
to the second surface of the substrate 1s at least about 80%
selective, which may be selective enough for some particular
applications. In some embodiments deposition on the first
surface of the substrate relative to the second surface of the
substrate 1s at least about 50% selective, which may be
selective enough for some particular applications.

In some embodiments the second surface 1s treated, or
deactivated, to inhibit deposition of a metal or metal oxide
thereon. For example, a metal surface may be treated by
oxidation to provide a metal oxide surface. In some embodi-
ments a Cu, Ru, W, Al, Ni, Co, or other noble metal surface

1s oxidized to facilitate selective deposition on a dielectric
surface relative to the Cu, Ru, W, Al, Ni, Co, or other noble
metal surface. In some embodiments the second surface
comprises a metal selected individually from Cu, N1, Co, Al,
W, Ru and other noble metals. In some embodiments the
second surface 1s a Cu surface. In some embodiments the
second surface 1s a Ni surface. In some embodiments the
second surface 1s a Co surface. In some embodiments the
second surface 1s an Al surface. In some embodiments the
second surface 1s a W surface. In some embodiments the
second surface 1s a Ru surface. In some embodiments the
second surface comprises a noble metal.

In some embodiments the conductive surface comprises
an oxide such as CuOx, N10Ox, CoOx or RuOx or another
noble metal oxide. In some embodiments a conductive
surface may no longer be conductive after 1t has been
treated. For example, a conductive surface may be treated
prior to or at the beginning of the selective deposition
process, such as by oxidation, and the treated surface may no
longer be conductive.

In some embodiments the second surface 1s not a hydro-
philic surface. In some embodiments a hydrophilic surface
may be treated so that 1t 1s no longer a hydrophilic surtace.
In some embodiments the second surface 1s a S1 surface. In
some embodiments the second surface 1s an H-terminated
surface. In some embodiments the second surface 1s treated,
for example by contacting with a chemical that provides a
—S1H, terminated surface. In some embodiments a Si
surface 1s treated prior to deposition of a metal or metal
oxide on a first surface.

In some embodiments the second, metal, surface 1s oxi-
dized prior to deposition of a metal or metal oxide on a first
surface. In some embodiments the second, metal, surface 1s
oxidized at the beginming of the deposition process, for
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example, during the first phase of a deposition cycle. In
some embodiments the second, metal, surface 1s oxidized
prior to the first phase of a deposition cycle.

In some embodiments the second surface may be passi-
vated to mhibit deposition thereon. In some embodiments,
for example, the second surface may be passivated with
alkylsilyl-groups. For example, in some embodiments a
second surface 1s passivated such that 1t comprises alkylsi-
lyl-groups, 1n order to facilitate selective deposition on a
dielectric surface relative to the second surface. The passi-
vation may facilitate selective deposition on the dielectric
surface relative to a treated metal surface. For example,
deposition of an oxide on the metal surface may be inhibited
by the passivation. In some embodiments passivation does
not iclude formation of a SAM or a similar monolayer
having a long carbon chain on the metal surface.

In some embodiments the material selectively deposited
on a first surface of a substrate relative to a second surface
1s a metal. In some embodiments the material selectively
deposited on a first surface of a substrate relative to a second
surface 1s a metal oxide. In some embodiments the metal
selectively deposited 1s Fe. In some embodiments the metal
oxide selectively deposited 1s a N1, Fe, or Co oxide. In some
embodiments the metal selectively deposited 1s Ni. In some

ne metal selectively deposited 1s Co. In some

embodiments t.
embodiments selective deposition of a metal oxide may be
achieved by oxidation of a selectively deposited metal. In
some embodiments a metal 1s first selectively deposited and
subsequently oxidized to form a metal oxide. In some
embodiments a metal 1s not oxidized after being selectively
deposited. In some embodiments oxidation of a selectively
deposited metal to form a metal oxide may also result in OH
surface terminations on the metal oxide. In some embodi-
ments oxidation may result in OH surface terminations on
the substrate. In some embodiments oxidation may result in
OH surface terminations on both the metal oxide surface and
the second surface of the substrate.

ALD type selective deposition processes, such as the
process as shown 1n FIG. 2 and described above can be used
to selectively deposit a metal or metal oxide on a first surface
ol a substrate relative to a second surface. In some embodi-
ments the first precursor 1s a first metal precursor. In some
embodiments the first precursor 1s a first metal oxide pre-
cursor. In some embodiments the second reactant comprises
an oxygen source. In some embodiments the second reactant
comprises an oxygen source as described herein 1n relation
to selective deposition of a dielectric on a dielectric.

In some embodiments a metal 1s selective deposited on a
first surface of a substrate relative to a second, different
surface of the same substrate. In some embodiments a metal
1s selectively deposited by decomposition of a metal pre-
cursor. In some embodiments a metal oxide 1s selectively
deposited by adsorption of metal compounds, followed by
oxidation of the metal compound to form a metal oxide. In
some embodiments a metal oxide 1s selectively deposited by
self-limiting adsorption of metal compounds, followed by
oxidation of the metal compound to form up to a molecular
layer of metal oxide.

In some embodiments Ni 1s selectively deposited on a
second surface of the substrate relative to a dielectric surface
of the same substrate. In some embodiments N1 1s selectively
deposited by decomposition of bis(4-N-ethylamino-3-
penten-2-N-ethyliminato)nickel (I1I). In some embodiments
Ni1O 1s selectively deposited by adsorption of N1 com-
pounds, such as bis(4-N-ethylamino-3-penten-2-N-ethyl-
iminato)nickel (II) followed by oxidation of the Ni com-
pound to form N1O. In some embodiments N1O 1s selectively
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deposited by selt-limiting adsorption of N1 compounds, such
as  bis(4-N-ethylamino-3-penten-2-N-ethyliminato)nickel
(II) followed by oxidation of the N1 compound to form up to
molecular layer of NiO.

Suitable nickel precursors may be selected by the skilled
artisan. In general, nickel compounds where the metal 1s
bound or coordinated to oxygen, mitrogen, carbon or a
combination thereof are preferred. In some embodiments the
nickel precursors are organic compounds. In some embodi-
ments the nickel precursor 1s a metalorganic compound. In
some embodiments the nickel precursor 1s a metal organic
compound comprising bidentate ligands. In some embodi-
ments the nickel precursor 1s bis(4-N-ethylamino-3-penten-
2-N-ethyliminato)nickel (11).

In some embodiments, nickel precursors can be selected
from the group consisting of nickel betadiketonate com-
pounds, nickel betadiketiminato compounds, nickel amino-
alkoxide compounds, nmickel amidinate compounds, nickel
cyclopentadienyl compounds, nickel carbonyl compounds
and combinations thereof. In some embodiments, X(acac)y
or X(thd)y compounds are used, where X 1s a metal, y 1s
generally, but not necessarily between 2 and 3 and thd is
2,2,6,6-tetramethyl-3,5-heptanedionato. Some examples of
suitable betadiketiminato (e.g., Ni(pda),) compounds are
mentioned 1n U.S. Patent Publication No. 2009-0197411 Al,
the disclosure of which 1s incorporated herein 1n its entirety.
Some examples of suitable amidinate compounds (e.g.,
Ni(1Pr-AMD),) are mentioned 1n U.S. Patent Publication
No. 2006-0141155 Al, the disclosure of which 1s incorpo-
rated herein 1n 1ts entirety.

The mickel precursor may also comprise one or more
halide ligands. In preferred embodiments, the precursor 1s a
nickel betadiketiminato compound, such bis(4-N-ethyl-
amino-3-penten-2-N-ethyliminato )nickel (II) [IN1{EtN-EtN-
pent)2], nickel ketoiminate, such bis(37)-4-nbutylamino-
pent-3-en-2-one-nickel(I1l), nickel amidinate compound,
such as methylcyclopentadienyl-1sopropylacetamidinate-
nickel (II), nickel betadiketonato compound, such as
Ni(acac)2,Ni1(thd)2 or nickel cyclopentadienyl compounds,
such Ni(Cp)2, Ni(MeCp)2, Ni(EtCp)2 or derivatives
thereof, such as methylcyclopentadienyl-1sopropylacet-
amidinate-nickel (II). In more preferred embodiment, the
precursor 1s bis(4-N-ethylamino-3-penten-2-N-ethylimi-
nato)nickel (II).

In some embodiments the first N1 precursor 1s bis(4-N-
cthylamino-3-penten-2-N-ethyliminato )nickel (II).

In some embodiments the first precursor used in a selec-
tive deposition process for depositing Co or Co oxide on a
first surface of a substrate relative to a second surface 1s a Co
precursor. In some embodiments the Co precursor 1s a Co
beta-diketoiminato compound. In some embodiments the Co
precursor 1s a Co ketoiminate compound. In some embodi-
ments the Co precursor 1s a Co amidinate compound. In
some embodiments the Co precursor 1s a Co beta-diketonate
compound. In some embodiments the Co precursor contains
at least one ketoimine ligand or a derivative thereof. In some
embodiments the Co precursor contains at least one amidine
ligand or a derivative thereof. In some embodiments the Co
precursor contains at least one ketonate ligand or a deriva-
tive thereof.

In some embodiments the first precursor used in a selec-
tive deposition process for depositing Fe or Fe oxide on a
first surface of a substrate relative to a second surface 1s a Fe
precursor. In some embodiments the Fe precursor 1s Cp,Fe
or derivative thereof. In some embodiments the Fe precursor
contains at least one cyclopentadienyl ligand (Cp), substi-
tuted cyclopentadienyl ligand or a derivative thereof. In
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some embodiments the Fe precursor contains at least one
carbonyl ligand (—CQO) or a derivative thereof. In some
embodiments the Fe precursor contains at least one carbonyl
ligand (—CO) and at least one organic ligand, such as a
cyclopentadienyl ligand (Cp) or a substituted cyclopentadi-
enyl ligand or a derivative thereot. In some embodiments the
Fe precursor 1s Fe(acac),. In some embodiments the Fe
precursor 1s Fe-alkoxide, such as 1ron(IIl) tert-butoxide
(Fe,(OtBu),). In some embodiments the Fe precursor is
Fe(CO)s..

In some embodiments the second reactant in an ALD
process for selectively depositing a metal or metal oxide 1s
selected from hydrogen and forming gas. In other embodi-
ments the second reactant may be an alcohol, such as EtOH.

In some embodiments the second reactant 1s an organic
reducing agent. The organic reducing agents preferably have
at least one functional group selected from the group con-
sisting of alcohol (—OH), as mentioned above, or aldehyde
(—CHO), or carboxylic acid (—COOH).

Reducing agents containing at least one alcohol group
may be selected from the group consisting of primary
alcohols, secondary alcohols, tertiary alcohols, polyhydroxy
alcohols, cyclic alcohols, aromatic alcohols, halogenated
alcohols, and other derivatives of alcohols.

Preferred primary alcohols have an —OH group attached
to a carbon atom which 1s bonded to another carbon atom,
in particular primary alcohols according to the general
formula (I):

[R,—OH (D)

[wherein R1 1s a linear or branched C1-C20 alkyl or
alkenyl groups, preferably methyl, ethyl, propyl, butyl,
pentyl or hexyl. Examples of preferred primary alcohols
include methanol, ethanol, propanol, butanol, 2-methyl pro-
panol and 2-methyl butanol.

Preferred secondary alcohols have an —OH group
attached to a carbon atom that 1s bonded to two other carbon
atoms. In particular, preferred secondary alcohols have the
general formula (11):

(1)
OH

R1—CH—RI

wherein each R1 1s selected independently from the group
of lmmear or branched C1-C20 alkyl and alkenyl groups,
preferably methyl, ethyl, propyl, butyl, pentyl or hexyl.
Examples of preferred secondary alcohols include 2-propa-
nol and 2-butanol.

Preferred tertiary alcohols have an —OH group attached
to a carbon atom that 1s bonded to three other carbon atoms.
In particular, preferred tertiary alcohols have the general

formula (I1I):

(I11)
OH

R1—C

R1

R1

wherein each R1 1s selected independently from the group
of linear or branched C1-C20 alkyl and alkenyl groups,
preferably methyl, ethyl, propyl, butyl, pentyl or hexyl. An
example of a preferred tertiary alcohol 1s tert-butanol.
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Preferred polyhydroxy alcohols, such as diols and triols,
have primary, secondary and/or tertiary alcohol groups as
described above. Examples of preferred polyhydroxy alco-
hol are ethylene glycol and glycerol.

Preferred cyclic alcohols have an —OH group attached to
at least one carbon atom which 1s part of a ring of 1 to 10,
more preferably 5-6 carbon atoms.

Preferred aromatic alcohols have at least one —OH group
attached either to a benzene ring or to a carbon atom 1n a side
chain. Examples of preferred aromatic alcohols include
benzyl alcohol, o-, p- and m-cresol and resorcinol.

Preferred halogenated alcohols have the general formula

(IV):
CH»X3-1#-R2-OH

(IV)

wherein X 1s selected from the group consisting of F, Cl,
Br and I, n 1s an integer from 0 to 2 and R2 1s selected from
the group of linear or branched C1-C20 alkyl and alkenyl
groups, preferably methyl, ethyl, propyl, butyl, pentyl or
hexyl. More preferably X 1s selected from the group con-
sisting of F and C1 and R2 1s selected from the group
consisting of methyl and ethyl. An example of a preferred
halogenated alcohol 1s 2,2,2-trifluoroethanol.

Other denivatives of alcohols that may be used include
amines, such as methyl ethanolamine.

Preferred reducing agents containing at least one aldehyde
group (—CHO) are selected from the group consisting of
compounds having the general formula (V), alkanedial com-
pounds having the general formula (VI), halogenated alde-
hydes and other derivatives of aldehydes.

Thus, 1 some embodiments reducing agents are alde-
hydes having the general formula (V);

R3-CHO (V)

wherein R3 i1s selected from the group consisting of
hydrogen and linear or branched C1-C20 alkyl and alkenyl
groups, preferably methyl, ethyl, propyl, butyl, pentyl or
hexyl. More preferably, R3 1s selected from the group
consisting of methyl or ethyl. Examples of preferred com-
pounds according to formula (V) are formaldehyde, acetal-
dehyde and butyraldehyde.

In other embodiments reducing agents are aldehydes
having the general formula (VI):

OHC—R4-CHO (V)

wherein R4 1s a linear or branched C1-C20 saturated or
unsaturated hydrocarbon. Alternatively, the aldehyde groups
may be directly bonded to each other (R4 1s null).

Reducing agents containing at least one —COOH group
may be selected from the group consisting of compounds of
the general formula (VII), polycarboxylic acids, halogenated
carboxylic acids and other derivatives of carboxylic acids.

T'hus, in some embodiment preferred reducing agents are
carboxylic acids having the general formula (VII):

R5-COOH (VID)

wherein RS 1s hydrogen or linear or branched CI1-C20
alkyl or alkenyl group, preferably methyl, ethyl, propyl,
butyl, pentyl or hexyl, more preferably methyl or ethyl.
Examples of preferred compounds according to formula
(VII) are formic acid and acetic acid, most preferably formic
acid (HCOOH).
Selective Deposition of Dielectric on Dielectric

As mentioned above, 1n some embodiments a dielectric

material 1s selectively deposited on a first dielectric surface
of a substrate relative to a second, different surface, such as
a conductive surface, metal surface, or H-terminated surface

of the same substrate.
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In some embodiments dielectric deposition on the first
surface of the substrate relative to the second surface of the
substrate 1s at least about 90% selective, at least about 95%
selective, at least about 96%, 97%, 98% or 99% or greater
selective. In some embodiments dielectric deposition only
occurs on the first surface and does not occur on the second
surface. In some embodiments dielectric deposition on the
first surface of the substrate relative to the second surface of
the substrate 1s at least about 80% selective, which may be
selective enough for some particular applications. In some
embodiments deposition on the first surface of the substrate
relative to the second surface of the substrate 1s at least about
50% selective, which may be selective enough for some
particular applications.

In some embodiments the second surface 1s treated, or
deactivated, to inhibit deposition of a dielectric thereon. For
example, a metal surface may be treated by oxidation to
provide a metal oxide surface. In some embodiments a Cu,
Ru, Al, N1, Co, or other noble metal surface 1s oxidized to
tacilitate selective deposition on a dielectric surface relative
to the Cu, Ru, Al, Ni, Co, or other noble metal surface. In
some embodiments the second surface comprises a metal
selected individually from Cu, Ni, Co, Al, W, Ru and other
noble metals. In some embodiments the second surface 1s a
Cu surface. In some embodiments the second surface 1s a Ni
surface. In some embodiments the second surface 1s a Co
surface. In some embodiments the second surface 1s an Al
surface. In some embodiments the second surface 1s a Ru
surface. In some embodiments the second surface comprises
a noble metal.

In some embodiments the conductive surface comprises
an oxide such as CuOx, N10Ox, CoOx or RuOx or another
noble metal oxide. In some embodiments a conductive
surface may no longer be conductive after 1t has been
treated. For example, a conductive surface may be treated
prior to or at the beginning of the selective deposition
process, such as by oxidation, and the treated surface may no
longer be conductive.

In some embodiments the second, metal, surface 1s oxi-
dized prior to deposition of a dielectric on a first surface. In
some embodiments the second, metal, surface 1s oxidized at
the beginning of the deposition process, for example, during
the first phase of a deposition cycle. In some embodiments
the second, metal surface 1s oxidized prior to the first phase
of a deposition cycle. In some embodiments the second,
metal, surface 1s purposefully oxidized with an oxygen
source. In some embodiments the second, metal, surface is
oxidized in the ambient air and/or contains native oxide. In
some embodiments the second, metal, surface contains an
oxide which has been deposited.

In some embodiments the second surface may be passi-
vated to mhibit deposition thereon. In some embodiments,
for example, the second surface may be passivated with
alkylsilyl-groups. For example, in some embodiments a
second surface 1s passivated such that 1t comprises alkylsi-
lyl-groups, 1 order to facilitate selective deposition on a
dielectric surface relative to the second surface. The passi-
vation may facilitate selective deposition on the dielectric
surface relative to the treated metal surface. For example,
deposition of an oxide on the first metal surface may be
inhibited by the passivation. In some embodiments passi-
vation does not include formation of a SAM or a similar
monolayer having a long carbon chain on the metal surface.

As mentioned above, 1n some embodiments a dielectric
material 1s selectively deposited on a first dielectric surface
of a substrate relative to a second, different surface, such as
a metal surface of the same substrate. In some embodiments
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the second, metal surface 1s treated, or deactivated, to inhibit
deposition of a dielectric thereon. For example, a metal
surface may be treated by oxidation to provide a metal oxide
surface. In some embodiments a Cu, Ru or other noble metal
surface 1s oxidized to facilitate selective deposition on a
dielectric surface relative to the Cu or Ru surface. In some
embodiments the metal surface may be passivated, for
example with alkylsilyl-groups. For example, mn some
embodiments a Sb surface 1s passivated such that it com-
prises alkylsilyl-groups, in order to facilitate selective depo-
sition on a dielectric surface relative to the Sb surface.
Selective Deposition of GeO,, on Dielectric

GeO, may be deposited by an ALD type process on a first
dielectric surface of a substrate relative to a second, diflerent
surface of the same substrate. In some embodiments the
second surface may be a conductive surface, a metal surface,
or an H-terminated surface. In some embodiments the GeQO,
1s deposited by a method as described 1n U.S. application
Ser. No. 13/802,393, filed Mar. 13, 2013, which 1s hereby
incorporated by reference. In some embodiments the dielec-
tric surface 1s a hydrophilic OH-terminated surface. How-
ever, 1n some embodiments the dielectric surface may com-
prise Si—H groups. For example, the dielectric surface can
be a S10,, surface, a low-k surface comprising OH-groups, a
S1—H surface, or a GeO, surface. The second surface may
be, for example, a Cu, Ru, Al, N1, Co, or other noble metal
surface. In some embodiments the second surface comprises
a metal selected individually from Cu, N1, Co, Al, W, Ru and
other noble metals. In some embodiments the second surface
1s a Cu surface. In some embodiments the second surface 1s
a N1 surface. In some embodiments the second surface 1s a
Co surface. In some embodiments the second surface 1s an
Al surface. In some embodiments the second surface 1s a Ru
surface. In some embodiments the second surface comprises
a noble metal. As discussed above, 1n some embodiments a
dielectric surface may be treated to increase the amount of
OH-groups on the surface. In some embodiments the second
surface may be an oxide. In some embodiments the second
surface may be a metal surface that has been oxidized.

In some embodiments the conductive surface comprises
an oxide such as CuOx, N10Ox, CoOx or RuOx or another
noble metal oxide. In some embodiments a conductive
surface may no longer be conductive after it has been
treated. For example, a conductive surface may be treated
prior to or at the beginning of the selective deposition
process, such as by oxidation, and the treated surface may no
longer be conductive.

In some embodiments the second, metal, surface i1s pur-
posefully oxidized with an oxygen source. In some embodi-
ments the second, metal, surface has oxidized in the ambient
air and/or contains native oxide. In some embodiments the
second, metal, surface contains an oxide which has been
deposited.

As previously discussed, 1n some embodiments, the metal
surface 1s oxidized prior to deposition 1n order to facilitate
selective deposition of GeO, on the dielectric surface rela-
tive to the metal surface. In some embodiments a second
reactant 1n a selective deposition process may serve 1o
oxidize the metal surface. Thus, 1n some embodiments the
second reactant 1s provided first in the mitial ALD cycle, or
prior to the first ALD cycle. In some embodiments the metal
surface 1s oxidized prior to beginning the selective deposi-
tion process.

In some embodiments the metal surface 1s passivated
prior to deposition in order to facilitate selective deposition
of GeO, on the dielectric surface relative to the other
surface, such as a surface comprising metal. For example, a
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metal surface can be provided with alkylsilyl groups. In
some embodiments the other surface can be passivated,
preferably with an alkylamine passivation compound prior

to selective deposition of GeO, on a dielectric surface. In
some other embodiments the other surface can be passi- >
vated, preferably with an alkylamine passivation precursor
during the deposition on GeO, on a dielectric surface. In
some embodiments an alkylamine passivation precursor
may be pulsed into a reaction chamber in between pulses of
Ge-precursor and a second reactant, or prior to or after each
cycle, or prior to or after every n” cycle, where n is a number
that may depend on the process conditions, reactors, sub-
strate surfaces, and properties of the desired selectively
deposited film. The needed frequency of passivation may
depend on the process conditions, reactors, substrate sur-
taces, and properties of the selectively deposited film. In
some embodiments surface passivation can be performed
during each GeQO, selective deposition cycle, for example an
alkylamine precursor may contact the substrate during a »g
GeQO, selective deposition cycle, or HCOOH may contact
the substrate during a GeO, selective deposition cycle, or
both a precursor comprising an alkylamine and HCOOH
may contact the substrate during a GeO,, deposition cycle. In
some embodiments more than one passivation precursor 25
may be used. Exemplary alkylamine passivation precursors
for use 1n passivation can be of the formula:

H_(NRIRII)

Wherein R’ can be independently selected from the group
consisting of hydrogen, alkyl and substituted alkyl, prefer- 30
ably C1-C4 alkyl; and

R* can be independently selected from the group consist-
ing of alkyl and substituted alkyl, preferably C1-C4 alkyl.

Specific exemplary alkylamine passivation precursors
include H—N(Me, ), H—N(EtMe) and H—N(Et),. 35

In some embodiments GeQO,, deposition on the first surface
of the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.

In some embodiments GeO,, deposition only occurs on the 40
first surface and does not occur on the second surface. In
some embodiments GeO, deposition on the first surface of
the substrate relative to the second surface of the substrate

1s at least about 80% selective, which may be selective
enough for some particular applications. In some embodi- 45
ments deposition on the first surface of the substrate relative

to the second surface of the substrate 1s at least about 50%
selective, which may be selective enough for some particular
applications.

In some embodiments a substrate comprising a first 50
surface and a second surface 1s provided and a dielectric,
here GeQO,, 1s selectively deposited on a first surface of a
substrate by an ALD-type process comprising multiple
cycles, each cycle comprising:

contacting the surface of a substrate with a vaporized first 55
precursor, for example a Ge-alkylamide;

removing excess {irst precursor and reaction by products,

il any, from the surface;

contacting the surface of the substrate with a second
vaporized reactant, for example H,O; 60

removing from the surface excess second reactant and any
gaseous by-products formed 1n the reaction between the first
precursor layer on the first surface of the substrate and the
second reactant, and;

repeating the contacting and removing steps until a dielec- 65
tric, here GeQO,, thin film of the desired thickness has been
formed on a first surface of the substrate.
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As mentioned above, 1n some embodiments one or more
surfaces of the substrate may be treated in order to enhance
deposition on one surface relative to one or more different
surfaces prior to beginning the deposition process. In some
embodiments the second, metal surface 1s deactivated, such
as by passivation or oxidation prior to the deposition of the
dielectric, here GeO.,.

In some embodiments germanium oxide, preferably
GeO,, 1s deposited from alternately and sequentially con-
tacting the substrate with a Ge precursor and a second
reactant, such as water, ozone, oxygen plasma, oxygen
radicals, or oxygen atoms. In some embodiments the second
reactant 1s not water. The Ge precursor preferably comprises
Ge(OFEt), or TDMAGe.

The Ge precursor employed in the ALD type processes
may be solid, liquid, or gaseous material under standard
conditions (room temperature and atmospheric pressure),
provided that the Ge precursor 1s in vapor phase before it 1s
contacted with the substrate surface. Contacting the surface
of a substrate with a vaporized precursor means that the
precursor vapor 1s in contact with the surface of the substrate
for a limited period of time. Typically, the contacting time 1s
from about 0.05 seconds to about 10 seconds. However,
depending on the substrate type and its surface area, the
contacting time may be even higher than about 10 seconds.

In some embodiments, the reactants and reaction by-
products can be removed Ifrom the substrate surface by
stopping the tlow of second reactant while continuing the
flow of an inert carrier gas. In some embodiments the
substrate 1s moved such that different reactants alternately
and sequentially contact the surface of the substrate 1n a
desired sequence for a desired time. In some embodiments
the removing steps are not performed. In some embodiments
no reactant may be removed from the various parts of a
chamber. In some embodiments the substrate 1s moved from
a part of the chamber containing a first precursor to another
part of the chamber containing the second reactant. In some
embodiments the substrate 1s moved from a first reaction
chamber to a second, different reaction chamber.

Preferably, for a 300 mm waler 1n a single water ALD
reactor, the substrate surface 1s contacted with a Ge precur-
sor for from about 0.05 seconds to about 10 seconds, more
preferably for from about 0.1 seconds to about 5 seconds and

most preferably for from about 0.3 seconds to about 3.0
seconds. The substrate surface 1s contacted with the second
precursor preferably for from about 0.05 seconds to about 10
seconds, more preferably for from about 0.1 seconds to
about 5 seconds, most preferably for from about 0.2 seconds
to about 3.0 seconds. However, contacting times can be on
the order of minutes 1n some cases. The optimum contacting
time can be readily determined by the skilled artisan based
on the particular circumstances.

As mentioned above, 1n some embodiments the Ge pre-
cursor 1s Ge(OEt), or TDMAGe. In some embodiments,
where the Ge precursor 1s an ethoxide precursor, the first
surface may comprise S1—H groups. Other possible germa-
nium precursors that can be used 1n some embodiments are
described below. In some embodiments, the Ge precursor 1s
Ge(OMe),. In some embodiments the Ge-precursor 1s not a
halide. In some embodiments the Ge-precursor may com-
prise a halogen 1n at least one ligand, but not 1n all ligands.

In certaimn preferred embodiments GeO, 1s selectively
deposited on a first surface of a substrate relative to a second,
different surface of the substrate by an ALD type process,
comprising multiple cycles, each cycle comprising alter-
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nately and sequentially contacting the substrate with vapor
phase Ge-alkylamide and a second reactant comprising
walter.

In certain preferred embodiments GeO, 1s selectively
deposited on a first surface of a substrate relative to a second,
different surface of the substrate by an ALD type process,
comprising multiple cycles, each cycle comprising alter-
nately and sequentially contacting the substrate with a vapor
phase Ge precursor with the formula Ge(NR'RY),, and a
second reactant comprising water, wherein R’ can be inde-
pendently selected from the group consisting of hydrogen,
alkyl and substituted alkyl, wherein R’ can be preferably
independently selected from the group consisting of C1-C3
alkyls, such as methyl, ethyl, n-propyl, and 1-propyl, most
preferably methyl or ethyl; and wherein R” can be indepen-
dently selected from the group consisting of alkyl and
substituted alkyl, wherein R can be preferably indepen-
dently selected from the group consisting of C1-C3 alkyls,
such as methyl, ethyl, n-propyl, and 1-propyl, most prefer-
ably methyl or ethyl.

The second reactant may be an oxygen-containing gas
pulse and can be a mixture of oxygen and 1nactive gas, such
as nitrogen or argon. In some embodiments the second
reactant may be a molecular oxygen-contaiming gas. The
preferred oxygen content of the second reactant gas 1s from
about 10% to about 25%. Thus, 1n some embodiments the
second reactant may be air. In some embodiments, the
second reactant 1s molecular oxygen. In some embodiments,
the second reactant comprises an activated or excited oxy-
gen species. In some embodiments, the second reactant
comprises ozone. The second reactant may be pure ozone or
a mixture ol ozone, molecular oxygen, and another gas, for
example an inactive gas such as nitrogen or argon. Ozone
can be produced by an ozone generator and it 15 most
preferably introduced into the reaction space with the aid of
an 1nert gas of some kind, such as nitrogen, or with the aid
of oxygen. In some embodiments, ozone 1s provided at a
concentration from about 5 vol-% to about 40 vol-%, and
preferably from about 15 vol-% to about 25 vol-%. In other
embodiments, the second reactant 1s oxygen plasma.

In some embodiments, the surface of the substrate i1s
contacted with ozone or a mixture of ozone and another gas.
In other embodiments, ozone 1s formed 1nside a reactor, for
example by conducting oxygen containing gas through an
arc. In other embodiments, an oxygen containing plasma 1s
formed 1n a reactor. In some embodiments, a plasma may be
formed 1n situ on top of the substrate or 1 close proximity
to the substrate. In other embodiments, a plasma 1s formed
upstream of a reaction chamber 1n a remote plasma genera-
tor and plasma products are directed to the reaction chamber
to contact the substrate. As will be appreciated by the skilled
artisan, 1n the case of a remote plasma, the pathway to the
substrate can be optimized to maximize electrically neutral
species and minimize i1on survival before reaching the
substrate.

In some embodiments the second reactant 1s a second
reactant other than water. Thus, 1n some embodiments water
1s not provided 1n any ALD cycle for selectively depositing
GeO,.

A number of different Ge precursors can be used 1n the
selective deposition processes. In some embodiments the Ge
precursor 1s tetravalent (1.e. Ge has an oxidation state of
+1V). In some embodiments, the Ge precursor 1s not divalent
(1.e., Ge has an oxidation state of +II). In some embodi-
ments, the Ge precursor may comprise at least one alkoxide
ligand. In some embodiments, the Ge precursor may com-

prise at least one amine or alkylamine ligand. In some
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embodiments the Ge precursor 1s a metal-organic or orga-
nometallic compound. In some embodiments the Ge precur-
sor comprises at least one halide ligand. In some embodi-
ments the Ge precursor does not comprise a halide ligand.

For example, Ge precursors from formulas (1) through
(9), as previously discussed above, may be used in some
embodiments.

In some embodiments the Ge precursor comprises at least
one amine or alkylamine ligand, such as those presented 1n
formulas (2) through (6) and (8) and (9), and the oxygen
precursor comprises water.

In some embodiments the Ge precursor comprises at least
one alkoxy, amine or alkylamine ligand. In some embodi-
ments the GeO, 1s deposited by an ALD process using water
and a Ge-alkylamine precursor. In some embodiments the
Ge precursor 1s Ge(NMe, ), or Ge(NEt,), or Ge(NEtMe),.

Betore starting the deposition of the film, the substrate 1s
typically heated to a suitable growth temperature, as dis-
cussed above. The preferred deposition temperature may
vary depending on a number of factors such as, and without
limitation, the reactant precursors, the pressure, flow rate,
the arrangement of the reactor, and the composition of the
substrate including the nature of the material to be deposited
on.

The processing time depends on the thickness of the layer
to be produced and the growth rate of the film. In ALD, the
growth rate of a thin film 1s determined as thickness increase
per one cycle. One cycle consists of the contacting and
removing steps of the precursors and the duration of one
cycle 1s typically between about 0.2 seconds and about 30
seconds, more preferably between about 1 second and about
10 seconds, but it can be on order of minutes or more 1n
some cases, for example, where large surface areas and
volumes are present.

In some embodiments the GeO, film formed 1s a pure
GeO, film. Preferably, aside from minor impurities no other
metal or semi-metal elements are present 1n the film. In some
embodiments the film comprises less than 1-at % of metal or
semi-metal other than Ge. In some embodiments the GeO,
film 1s stoichiometric. In some embodiments, a pure GeO,
film comprises less than about 3-at % of any impurity other
than hydrogen, preferably less than about 3-at % of any
impurity other than hydrogen, and more preferably less than
about 1-at % of any impurity other than hydrogen.

In some embodiments, the GeO, film formed has step
coverage of more than about 80%, more preferably more
than about 90%, and most preferably more than about 95%
in structures which have high aspect ratios. In some embodi-
ments high aspect ratio structures have an aspect ratio that
1s more than about 3:1 when comparing the depth or height
to the width of the feature. In some embodiments the
structures have an aspect ratio of more than about 5:1, or
even an aspect ratio of 10:1 or greater.

Selective Deposition of S10, on Dielectric

S10, may be deposited by an atomic layer deposition type
process on a first dielectric surface of a substrate relative to
a second surface of the same substrate. In some embodi-
ments the dielectric surface 1s a hydrophilic OH-terminated
surface. For example, the dielectric surface can be a S10,
surface, a low-k surface, preferably comprising OH-groups,
or GeQO,, surface. In some embodiments the second surface
may be a conductive surface, a metal surface, or a H-ter-
minated surface. The second surface may be, for example, a
Cu, Ru, Al, Ni, Co, or other noble metal surface. In some
embodiments the second surface comprises a metal selected
individually from Cu, Ni, Co, Al, W, Ru and other noble

metals. In some embodiments the second surface 1s a Cu
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ace. In some embodiments t

il

he second surtace 1s a Ni
ace. In some embodiments the second surface 1s a Co

ace. In some embodiments the second surface 1s an Al

SUr f
SULr"
SULr"

surface. In some embodiments the second surface 1s a Ru
surface. In some embodiments the second surface comprises
a noble metal. As discussed above, 1n some embodiments a
dielectric surface may be treated to increase the amount of
OH-groups on the surface.

In some embodiments the conductive surface comprises
an oxide such as CuOx, N10Ox, CoOx or RuOx or another
noble metal oxide. In some embodiments a conductive
surface may no longer be conductive after 1t has been
treated. For example, a conductive surface may be treated
prior to or at the beginning of the selective deposition
process, such as by oxidation, and the treated surface may no
longer be conductive.

In some embodiments the second, metal, surface 1s pur-
posefully oxidized with an oxygen source. In some embodi-
ments the second, metal, surface has oxidized 1n the ambient
air and/or contains native oxide. In some embodiments the
second, metal, surface contains an oxide which has been
deposited.

In some embodiments S10, deposition on the first surface
of the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments S10, deposition only occurs on the
first surface and does not occur on the second surface. In
some embodiments S10, deposition on the first surface of
the substrate relative to the second surface of the substrate
1s at least about 80% selective, which may be selective
enough for some particular applications. In some embodi-
ments deposition on the first surface of the substrate relative
to the second surface of the substrate 1s at least about 50%
selective, which may be selective enough for some particular
applications.

In a preferred embodiment S10, 1s selectively deposited
by an ALD type process using an aminosilane as the Si
precursor and ozone as the second reactant. In some embodi-
ments the S10, 1s deposited by an ALD process using ozone
and an aminosilane, such as bis(diethylamino)silane precur-
sor. Such methods are known 1n the art and can be adapted
to deposit selectively on the dielectric material relative to a
metal.

In some embodiments, the metal surface 1s oxidized prior
to deposition 1n order to facilitate selective deposition of
S10, on the dielectric surface relative to the metal surface.
In some embodiments an oxygen source mm a selective
deposition process may serve to oxidize the metal surface.
Thus, 1n some embodiments the second reactant 1s provided
first 1n the mitial ALD cycle, or prior to the first ALD cycle.
In some embodiments the metal surface 1s oxidized prior to
beginning the selective deposition process.

In some embodiments the metal surface i1s passivated
prior to deposition 1n order to facilitate selective deposition
of S10, on the dielectric surtface relative to the metal surface.
For example, the metal surface can be provided with alkyl-
s1lyl groups.

In some embodiments a substrate comprising a first
surface and a second surface 1s provided and a dielectric,
here S10.,, 1s selectively deposited on a first surface of a
substrate by an ALD-type process comprising multiple
cycles, each cycle comprising:

contacting the surface of a substrate with a vaporized first
precursor, for example an aminosilane;

removing excess first precursor and reaction by products,
if any, from the surface;
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contacting the surface of the substrate with a second
vaporized reactant, for example ozone;

removing from the surface excess second reactant and any
gaseous by-products formed 1n the reaction between the first
precursor layer on the first surface of the substrate and the
second reactant, and;

repeating and removing steps until a dielectric, here S10,,
thin film of the desired thickness has been formed on a first

surtace of the substrate.

As mentioned above, 1n some embodiments one or more
surfaces of the substrate may be treated in order to enhance
deposition on one surface relative to one or more difierent
surfaces prior to beginming the deposition process. In some
embodiments the second, metal surface 1s deactivated, such
as by passivation or In some embodiments the deposition
process 1s operated at a temperature lower than 450° C. In
some embodiments the deposition process 1f operated at
400° C. In some embodiments the entire deposition process
1s carried out at the same temperature.

In some embodiments the S10, selective deposition can
be carried out at a wide range of pressure conditions, but 1t
1s preferred to operate the process at reduced pressure. The
pressure 1n a reaction chamber 1s typically from about 0.01
to about 500 mbar or more. However, 1n some cases the
pressure will be higher or lower than this range, as can be
readily determined by the skilled artisan. The pressure 1n a
single wafer reactor 1s preferably maintained between about
0.01 mbar and 50 mbar, more pretferably between about 0.1
mbar and 10 mbar. The pressure 1n a batch ALD reactor 1s
preferably maintained between about 1 mTorr and 500
mTorr, more preferably between about 30 mTorr and 200
mlorr.

In some embodiments the S10, deposition temperature 1s
kept low enough to prevent thermal decomposition of the
gaseous source chemicals. On the other hand, the deposition
temperature 1s kept high enough to provide activation energy
for the surface reactions, to prevent the physisorption of
source materials and minimize condensation ol gaseous
reactants 1n the reaction space. Depending on the reactants

and reactors, the deposition temperature 1s typically about
20° C. to about 500° C., preterably about 150° C. to about

350° C., more preferably about 250° C. to about 300° C.

The silicon source temperature 1s preferably set below the
deposition or substrate temperature. This 1s based on the fact
that if the partial pressure of the source chemical vapor
exceeds the condensation limit at the substrate temperature,
controlled layer-by-layer growth of the thin film 1s compro-
mised. In some embodiments, the silicon source temperature
1s from about 30 to about 150° C. In some embodiments the
silicon source temperature i1s greater than about 60° C.
during the deposition. In some embodiments, where greater
doses are needed, for example 1 batch ALD, the silicon
source temperature 1s from about 90° C. to about 200° C.,
preferably from about 130° C. to about 170° C.

In some embodiments, the reactants and reaction by-
products can be removed Ifrom the substrate surface by
stopping the flow of second reactant while continuing the
flow of an 1inert carrier gas. In some embodiments the
substrate 1s moved such that diflerent reactants alternately
and sequentially contact the surface of the substrate 1n a
desired sequence for a desired time. In some embodiments
the removing steps are not performed. In some embodiments
no reactant may be removed from the various parts of a
chamber. In some embodiments the substrate 1s moved from
a part of the chamber containing a first precursor to another
part of the chamber containing the second reactant. In some
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embodiments the substrate 1s moved from a first reaction
chamber to a second, different reaction chamber.

In some embodiments S10, 1s selectively deposited using
an ALD type process as described herein.

In some embodiments the growth rate of the thin film
comprising silicon dioxide is preferably above 0.7 A/cycle.
In other embodiments the growth rate is above 0.8 A/cycle
and 1n still other embodiments the growth rate 1s above 1.0
A/cycle, and preferably in the range of 1.0 to 1.2 A/cycle.

In some embodiments the selectively deposited silicon
dioxide has less than 2 at-% of nitrogen as an impurity. In
other embodiments the S10, comprise less than 1 at-% of
nitrogen, or even less than 0.5 at-% nitrogen as an impurity.
Similarly, in some embodiments the S10, comprise less than
1 at-% carbon as an impurity and in some cases less than 0.5
at-% carbon as an impurity.

In some embodiments the selectively deposited silicon
oxide has a step coverage of more than 80%, 1n other
embodiments preferably more than 90% and in other
embodiments preferably more than 95%.

In certain preferred embodiments S10, 1s selectively
deposited on a first surface of a substrate relative to a second,
different surface of the substrate by an ALD type process,
comprising multiple cycles, each cycle comprising alter-
nately and sequentially contacting the substrate with vapor
phase BDEAS and a second reactant comprising ozone.

For the simplicity, S10,, silicon oxide, silica, and silicon
dioxide are interchangeable as used herein and generally
refer to the same compound.

S1 Precursors

In some embodiments the silicon precursor can comprise
silane, siloxane, or silazane compounds. In some embodi-
ments the S10,, 1s deposited using precursors as described in
U.S. Pat. No. 7,771,333, which 1s hereby incorporated by
reference. For example, the S1 precursor from the formulas
(1) through (3) below may be used 1n some embodiments.

(1)

S lm LEm 12

(2)

S iyoy— 1L2y+2

Si,NH, L,,> (3)

Wherein L can be mndependently selected from the group
consisting of F, Cl, Br, I, alkyl, aryl, alkoxy, vinyl, cyano,
amino, silyl, alkylsilyl, alkoxysilyl, silylene an alkylsi-
loxane. In some embodiments alkyl and alkoxy groups can
be linear or branched and contain at least one substituent. In
some embodiments alkyl and alkoxy groups contain 1-10
carbon atoms, preferably 1-6 carbon atoms.

In some embodiments the silicon precursor can preferably

comprise amino-substituted silanes and silazanes, such as

3-aminoalkyltrialkoxy silanes, for example 3-aminopropyl-
triethoxy silane NH,—CH,CH,CH,—S1(OCH,CH,),
(AMTES) and 3-aminopropyltrimethoxy silane (NH,—
CH,CH,CH,—S1{OCH;);(AMTMS) and hexa-
alkyldisilazane (CH,),S1—NH—S1(CH,),(HMDS).

In some embodiments the S10, 1s deposited using pre-
cursors as described in U.S. Pat. No. 8,501,637 which 1s
hereby incorporated by reference. In some embodiments, the
silicon precursor 1s preferably a disilane and has a S1—=S1
bond. Organic compounds having a S1—=S1 bond and an NH
group either attached directly to silicon (to one or more
silicon atoms) or to a carbon chain attached to silicon are
used 1n some embodiments. In some embodiments organo-
silicon compounds are used, which may or may not com-
prise S1—=S1 bonds. More preferably the silicon compound
has the formula:

Rfff 3 _I(Rff RIN)I S l S 1 {N Rf Rff )FRIII

3-8

(1)
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wherein,

x 15 selected from 1 to 3;

y 1s selected from 1 to 3;

R’ is selected from the group consisting of hydrogen,
alkyl, and substituted alkyl;

R" is selected from the group consisting of alkyl and
substituted alkyl; and

R™ is selected from the group consisting of hydrogen,
hydroxide (—OH), amino (—NH,), alkoxy, alkyl, and sub-
stituted alkyl;

and wherein the each x, y, R”/, R” and R’ can be selected
independently from each other.

In some embodiments the silicon compound 1s hexakis
(monoalkylamino)disilane:

(R”—NH),—Si—Si

(NH—R"); (1)

In other embodiments the silicon compound 1s hexakis
(ethylamino)disilane:

(Et-NH);—Si—Si—(NH-Ft), (1)

In other embodiments the silicon compound 1s

(CH;—0)3—S1—S1—(OCH;3); (IV)

In some embodiments, the silicon compound 1s hexakis
(monoalkylamino)disilane  (R“—NH),—Si—Si—(NH—
R, and R” is selected from the group consisting of alkyl
and substituted alkyl.

In some embodiments the S10, 1s deposited using pre-
cursors as described 1n U.S. Publication No. 2009/0232985
which 1s hereby incorporated by reference. In some embodi-
ments the deposition temperature can be as low as room
temperature and up to 500° C., with an operating pressure of
0.1-100 Torr (13 to 13300 Pa). High quality films, with very
low carbon and hydrogen contents, are preferably deposited
between 200 and 400° C. at a pressure between 0.1-10 Torr
(13 to 1330 Pa).

In some embodiments the S1 precursor can be selected
from the group consisting of:

Bis(diethylamino)silane SiH,(NFEt,),

BDMAS Bis(dimethylamino)silane SiH,(NMe, ),

TriDMAS ‘Tris(diethylamino)silane StH(NMe, ),

Bis(trimethylsilylamino)silane SiH,(NHS1Me,),

TEAS Tetrakis(ethylamino)silane Si(NHEt),

[ TEOS Tetrakis(ethoxy)silane S1(OEt),

BTESE  Bis(triethoxysilyl)ethane (EtO),S1—CH,—
CH,—S1(OFEt),

In some embodiments the S1 precursor 1s an aminosilane
of the general formula (R1R2ZN)nSiH, ., where x 1s com-
prised between 1 and 4, where R1 and R2 are independently
H or a C1-C6 linear, branched or cyclic carbon chains.
Preferably the S1 precursor 1s an aminosilane of the general
formula (R1R2N)nS1H,, where R1 and R2 are preferably
independently selected from C1-C4 linear, branched or
cyclic carbon chains. In some embodiments the alkylami-
nosilane 1s bis(diethylamino)silane (BDEAS), bis(dimethyl-
amino)silane (BDMAS) or tris(dimethylamino)silane (TriD-
MAS).

In some embodiments the Si precursor 1s a silane (silane,
disilane, trisilane, trisilylamine) of the general formula
(S1H;)xR where may vary from 1 to 4 and wheremn R 1s
selected from the comprising H, N, O, CH,, CH,—CH.,,
S1H,, SiH, S1 with the possible use of a catalyst in ALD
regime. Preferably the silane 1s a C-free silane. Most pret-
erably, the silane 1s trisilylamine. In some embodiments a
very small amount (<1%) of catalyst may introduced into the
reactor. The silanes described above can be diflicult to use 1n
ALD conditions, as their adsorption on a silicon water 1s not
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favorable. In some embodiments the use of a catalyst helps
the adsorption of silane on the first surface of the substrate

or the underlying layer. In some embodiments, the introduc-
tion of the catalyst 1s simultaneous with the silane. In some
embodiments the catalyst 1s an amine or a metal-containing
molecule, preferably a molecule contaiming an early transi-
tion metal, most preferably a hainium-containing molecule,
such as HI(NEt,)4. In some embodiments, the catalyst 1s
C-1Iree.
In some embodiments the S10, 1s deposited using pre-
cursors as described 1n U.S. Publication No. 2007/02°75166
which 1s hereby incorporated by reference.

In some embodiments the S1 precursor used 1n the selec-
tive deposition process 1s an organoaminosilane precursor
and 1t 1s represented by formula A as follows:

In this class of compounds R and R" are selected from the
group consisting of C,-C,, alkyl groups, linear, branched, or
cyclic, saturated or unsaturated, aromatic, alkylamino
groups, heterocyclic, hydrogen, silyl groups, with or without
substituents, and R and R' also being combinable into a
cyclic group. Representative substituents are alkyl groups
and particularly the C,_, alkyl groups, such as ethyl, propyl
and butyl, including their 1someric forms, cyclic groups such
as cyclopropyl, cyclopentyl, and cyclohexyl. Illustrative of
some of the preferred compounds within this class are
represented by the formulas:

AKX

SiH; SiH; SiHj;
H
N pd @ N
~ \N/\ N \N/ N
| | |
SiH; SiH; SiH; SiH;
_(CHyn

HgSi—N\I

where n 1s 1-6, preterably 4 or 5.

In some embodiments the silicon precursor 1s an organo-
aminosilane which has two silylgroups pendant from a
single nitrogen atom as represented by formula B.

R

N

mLsi”” O Sil;

As with the R groups of the Class A compounds, R 1s
selected from the group consisting of C,-C,, alkyl groups,
linear, branched, or cyclic, saturated or unsaturated, aro-
matic, alkylamino groups, and heterocyclic. Specific R
groups include methyl, ethyl, propyl, allyl, butyl, dimethyl-
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amine group, and cyclic groups such as cyclopropyl, cyclo-
pentyl, and cyclohexyl. Illustrative compounds are repre-
sented by the formulas:

Y

N N N
S, ISi77 Sl IS Sils

s

\T/

PN N

Sitl; mLsi”

H5Si SiH;

It has been found though that even though the above
organoaminosilanes are suitable for producing silicon oxide
films on a first surface of a substrate, organoaminosilanes of
formula A are preferred.

In some embodiments the silicon precursor can be formed
during the ALD type deposition process. In some embodi-
ments a new vapor phase silicon precursor 1s formed which
1s then also able to adsorb onto a first surface of the
substrate. This can be referred to as in situ formation of
silicon precursors In some embodiments in situ formed
silicon precursors can be a silane compound, for example
with the formula SiLL,L,L.L,, wheremn L, represents an
amino group, such as an alkyl amino group and L,-L,
represent alkyl or alkoxy group. This silane compound 1s
formed, for example when the first surface of a substrate 1s
contacted with hexa-alkyldisilazane at 350-450° C. at a
pressure of 0.1-50 mbar.

Second Reactants

In some embodiments a second reactant as previously
disclosed for use 1 a GeO, selective deposition process can
be used with the above mentioned S1 precursors. In some
embodiments the second reactant 1s ozone. In some embodi-
ments the second reactant 1s molecular oxygen. In some
embodiments the second reactant 1s one or more of the
following compounds:

oxides of nitrogen, such as N,O, NO and NO,;

oxvhalide compounds, for example chlorodioxide (ClO,)

and perchloroacid (HCIO,);

peracids, for example perbenzoic acid and peracetic acid;

alcohols, such as methanol and ethanol;

various radicals, for example oxygen radicals (O) or
hydroxyl radical (OH); and

hydrogen peroxide (H,O,).

In some embodiments the oxygen precursor 1s not plasma.
In some embodiments the oxygen precursor comprises oxy-
gen radicals. As discussed above, 1n some embodiments the
selective deposition processes disclosed herein do not utilize
plasma, such as direct plasma as the direct plasma can harm
the second surface of the substrate. In some instances,
however, a selective deposition process could utilize radicals
made by plasma as a reactant which are not too energetic, for
example oxygen radicals made by plasma that do not destroy
or degrade a surface of the substrate.

According to some embodiments, at least one compound
or the at least one oxygen containing gas is on the {first
surface of the substrate prior to contacting the surface with
another compound and/or at least one oxygen containing
gas.
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In some embodiments, contacting the substrate surface
with each compound and/or oxygen containing gas 1s fol-
lowed by the removal of the compound and/or oxygen
containing gas from the surtace of the substrate, for example
by 1njection of a purge gas, such as an inert gas, mto a
reaction chamber, while 1n some embodiments contacting
the surface of the substrate with compounds and/or gas 1s
repeated until the desired S10, film thickness 1s obtained.
The pressure mside a reaction chamber shall be preferably
below 100 Torr, more preferably below 2 Torr. Preferably,
the H content 1n the selectively deposited S10, film 1s less
than 8.1021 atoms/cc.

In some embodiments, an oZzone containing gas 1s a gas
mixture comprising oxygen and ozone with a ratio O,/O,
below 30% vol., preferably between 5% and 20% vol.
Preferably, the oxygen/ozone gas mixture 1s diluted into an
mert gas, preferably nitrogen.

Selective Deposition of 110, on Dielectric

In some embodiments T10, may be deposited by an ALD
type process on a lirst dielectric surface of a substrate
relative to a second, different surface of the same substrate.
In some embodiments the second surface may be a conduc-
tive surface, a metal surface, or an H-terminated surface. In
some embodiments 110, 1s deposited by a method as
described 1n Viljami Pore, dissertation “Atomic Layer Depo-
sition and Photocatalytic Properties of Titamium Dioxide
Thin Films™, 2010, page 29, available at https://helda.hel-
sinki.fl/bitstream/handle/10138/21126/atomicla.pdi?se-
quence=1, which 1s hereby incorporated by reference. In
some embodiments the dielectric surface 1s a hydrophilic
OH-terminated surface. For example, the dielectric surface
can be a S10, surface, a low-k surface, preferably compris-
ing OH-groups, or a GeO, surface. The second surface may
be, for example, a Cu, Ru, Al, N1, Co, or other noble metal
surface. In some embodiments the second surface comprises
a metal selected individually from Cu, N1, Co, Al, W, Ru and
other noble metals. In some embodiments the second surface
1s a Cu surface. In some embodiments the second surface 1s
a N1 surface. In some embodiments the second surface 1s a
Co surface. In some embodiments the second surface 1s an
Al surface. In some embodiments the second surface 1s a Ru
surface. In some embodiments the second surface comprises
a noble metal.

As discussed above, in some embodiments a dielectric
surface may be treated to increase the amount of OH-groups
on the surface. In some embodiments the second surface
may be an oxide. In some embodiments the second surface
may be a metal surface that has been oxidized.

In some embodiments the conductive surface comprises
an oxide such as CuOx, N10Ox, CoOx or RuOx or another
noble metal oxide. In some embodiments a conductive
surface may no longer be conductive after 1t has been
treated. For example, a conductive surface may be treated
prior to or at the beginning of the selective deposition
process, such as by oxidation, and the treated surface may no
longer be conductive.

In some embodiments the second, metal, surface 1s pur-
posefully oxidized with an oxygen source. In some embodi-
ments the second, metal, surface has oxidized 1n the ambient
air and/or contains native oxide. In some embodiments the
second, metal, surface contains an oxide which has been
deposited.

As previously discussed, 1n some embodiments, the metal
surface 1s oxidized prior to deposition 1n order to facilitate
selective deposition of T10, on the dielectric surface relative
to the metal surface. In some embodiments a second reactant
in a selective deposition process may serve to oxidize the
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metal surface. Thus, 1n some embodiments the second
reactant 1s provided first 1n the mitial ALD cycle, or prior to
the first ALD cycle. In some embodiments the metal surface
1s oxidized prior to beginning the selective deposition pro-
CEesS.

In some embodiments the metal surface 1s passivated
prior to deposition in order to facilitate selective deposition
of T10, on the dielectric surface relative to the metal surface.
For example, the metal surface can be provided with alkyl-
s1lyl groups.

In some embodiments T10, deposition on the first surface
ol the substrate relative to the second surface of the substrate
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments 110, deposition only occurs on the
first surface and does not occur on the second surface. In
some embodiments T10, deposition on the first surface of
the substrate relative to the second surface of the substrate
1s at least about 80% selective, which may be selective
enough for some particular applications. In some embodi-
ments deposition on the first surface of the substrate relative
to the second surface of the substrate 1s

In some embodiments 110, 1s deposited by an ALD type
process using, for example, T1(OMe), as a titanium reactant
and water as a second reactant. In some embodiments T10,
1s deposited by an ALD type process using, for example,
T1F, as a titanium reactant and water as a second reactant. In
some embodiments Ti10O, 1s deposited by an ALD type
process using, for example, TiCl, as a titanium reactant and
water as a second reactant. Methods for depositing T10, by
ALD are known 1n the art and can be adapted to selectively
deposit T10, on a dielectric surface relative to a second,
different surface.

In some embodiments T10, 1s selectively deposited by an
ALD type process on a first surface of a substrate. In some
embodiments a substrate comprising a first surface and a
second, different surface 1s provided and a dielectric, here
1102, 1s selectively deposited on a first surface of a substrate
by an ALD-type process comprising multiple cycles, each
cycle comprising;:

contacting the surface of a substrate with a vaporized first
precursor, for example a T1 alkylamine precursor;

removing excess {irst precursor and reaction by products,
if any, from the surface;

contacting the surface of the substrate with a second
vaporized reactant, for example H,O, or ozone;

removing from the surface excess second reactant and any
gaseous by-products formed 1n the reaction between the first
precursor layer on the first surface of the substrate and the
second reactant, and;

repeating the contacting and removing steps until a dielec-
tric, here 1102, thin film of the desired thickness has been
formed on a first surface of the substrate.

As mentioned above, 1n some embodiments one or more
surfaces of the substrate may be treated 1n order to enhance
deposition on one surface relative to one or more difierent
surfaces prior to beginning the deposition process.

Suitable titanium reactant may be selected by the skilled
artisan. In some embodiments the titamum precursor may
comprise a titanium halide. In some embodiments the tita-
nium precursor may be at least one of TiCl,, Til,, and TiF,,.
In some embodiments the titantum precursor may comprise
a fitanium alkoxide. In some embodiments the titanium
precursor may be at least one of Ti(OME),, Ti(OEt),, and
Ti(O'Pr),. In some embodiments that titanium precursor
may comprise a titanium alkylamide. In some embodiments
the titanium precursor may comprise a titanium alkylamine
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compound. In some embodiments the titanium precursor
may be at least one of T1i(NMe, )., T1(NFEt,),, and Ti(NMeEt)

.. In some embodiments that titamum precursor may com-
prise a heteroleptic precursor. In some embodiments the
titanium precursor may be at least one of Ti(O’Pr),(dmae).,
T1i(Me.Cp)(OMe),, Ti(MeCp)(OMe);,, TiCp(NMe, ).
TiMe.Cp(NMe,)., and Ti(O’Pr),(thd),. In some embodi-
ments the titanium precursor may comprises a titanium
alkylamine.

In some embodiments the second reactant may comprise
an oxygen containing reactant. In some embodiments the
second reactant can comprise oxygen or a mixture of oxygen
and another gas. In some embodiments the second reactant
may comprises diatomic oxygen, or a mixture ol diatomic
oxygen and another gas. In some embodiments the second
reactant may comprise ozone. In some embodiments the
second reactant may comprise a mixture of ozone and
another gas, for example a carrier gas. In some embodiments
the second reactant may comprise an oxygen containing
compound, such as H,O,, H,O and/or an organic peroxide.
In some embodiments the second precursor comprises water.
In some embodiments the second precursor comprises water
plasma.

In some embodiments a second reactant may form oxygen
inside a reaction chamber, for example by decomposing
oxygen containing compounds. In some embodiments a
second reactant may comprise catalytically formed oxygen.
In some embodiments the catalytical formation of a second
reactant comprising oxygen may include conducting a
vaporized aqueous solution of H,O,, over a catalytic surface,
for example platinum or palladium. In some embodiments a
catalytic surface may be located inside a reaction chamber.
In some embodiments a catalytic surface may not be located
inside the reaction chamber.

In some embodiments the second reactant comprises
free-oxygen or ozone, or molecular oxygen. In some
embodiments the second reactant 1s pure molecular diatomic
oxygen, but can also be a mixture of oxygen and inactive
gas, for example, nitrogen or argon. In some embodiments,
the surface of the substrate 1s contacted with ozone or a
mixture ol ozone and another gas. In other embodiments,
ozone 1s formed 1nside a reactor, for example by conducting
oxygen containing gas through an arc. In other embodi-
ments, an oxygen containing plasma 1s formed in a reactor.
In some embodiments, a plasma may be formed 1n situ on
top of the substrate or in close proximity to the substrate. In
other embodiments, a plasma 1s formed upstream of a
reaction chamber in a remote plasma generator and plasma
products are directed to the reaction chamber to contact the
substrate. As will be appreciated by the skilled artisan, 1n the
case of a remote plasma, the pathway to the substrate can be
optimized to maximize electrically neutral species and mini-
mize 1on survival before reaching the substrate.

In some embodiments the second precursor 1s not plasma.
In some embodiments the second precursor comprises oxy-
gen radicals. As discussed above, 1n some embodiments the
selective deposition processes disclosed herein do not utilize
plasma, such as direct plasma as the direct plasma can harm
the second surface of the substrate. In some instances,
however, a selective deposition process could utilize radicals
made by plasma as a reactant which are not too energetic, for
example oxygen radicals made by plasma that do not destroy
or degrade a surface of the substrate.

Methods for depositing 110, by ALD type processes are
known 1n the art and can be adapted to selectively deposit

TiO.,.
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In some embodiments the Ti1 alkoxide 1s decomposed
from Ti1 alkoxide precursor on an OH terminated surface to
form T10O, directly.

As noted above, processes described herein enable use of
ALD type deposition techniques to selectively deposit T10,.
The ALD type deposition process 1s mostly surface-con-
trolled (based on controlled reactions at the first substrate
surface) and thus has the advantage of providing high
conformality at relatively low temperatures. However, 1n
some embodiments, the titantum precursor may at least
partially decompose. Accordingly, in some embodiments the
ALD type process described herein 1s a pure ALD process in
which no decomposition of precursors i1s observed. In other
embodiments reaction conditions, such as reaction tempera-
ture, are selected such that a pure ALD process 1s achieved
and no precursor decomposition takes place.

In some embodiments T10, 1s selectively deposited by a
vapor deposition process on a first surface of a substrate. In
some embodiments a substrate comprising a first surface
comprising surface —OH groups and a second, different
surface 1s provided. As discussed above, 1n some embodi-
ments one or more surfaces of the substrate may be treated
in order to enhance selective deposition on one surface
relative to one or more diflerent surface prior to beginning
the deposition process, for example by increasing the
amount of —OH groups on the first dielectric surface. In
some embodiments T10, 1s selectively deposited on a first
surface of a substrate by a vapor deposition process com-
prising;:

contacting the surface of the substrate comprising OH,
NH_, or SH, terminations with a vaporized first precursor,
for example a titanium alkoxide, and;

decomposing titanium alkoxide on the surface to form
T10.,.

Dual Selective Growth of Ru Metal and Dielectric

Referring to FIGS. 3A and 3B, and 1n some embodiments
dual selective deposition of a Ru film and a dielectric film
300, 301 can be accomplished on a substrate comprising a
first metal surface 340, 341 and a second dielectric surface
330, 331. In some embodiments Ru can be selectively
deposited on the first metal surface 340, 341 by a selective
deposition process 310, 311 as described herein above. In
some embodiments the Ru precursor used in the dual
selective deposition process 1s a Cp-based ruthenium pre-
cursor, such as Ru(EtCp),, while the second reactant com-
prises at least one of O, and O;.

In some embodiments Ru 1s selectively deposited on a
first metal surface 340, 341 of a substrate. In some embodi-
ments the first metal surface 340, 341 comprises a CuO
surface. In some embodiments the CuO surface 1s reduced to
a Cu surface prior to selective deposition of Ru by exposure
to a reducing agent according to methods described herein
above. In some embodiments the first surface 340, 341 may
comprise a W suriace.

In some embodiments the first surface 340, 341 may
comprise a CuO surface, which 1s reduced to a Cu surface,
and a thin W layer 1s selectively deposited on the Cu surface
prior to beginning the selective deposition of Ru. In some
embodiments the first surface 340,341 may comprise a Cu
surface on which a thin W layer 1s selectively deposited prior
to beginning selective deposition of Ru. In some embodi-
ments a thin W layer 1s selectively deposited on a first
surface 340, 341 according to method described herein
above prior to beginning selective deposition of Ru 310,
311. In some embodiments a thin W layer is selectively
deposited on a first metal surface 340, 341 by a selective
deposition process described herein above, wherein disilane
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1s the first precursor and WF, 1s the W precursor. In some
embodiments a second, dielectric surface 330, 331 of the
substrate 1s deactivated prior to selectively depositing a thin
W layer on the first surface of the substrate. In some
embodiments the second surface 330, 331 1s deactivated by
removing OH groups from the second surface. In some
embodiments the second surface 330, 331 1s deactivated by
exposing the substrate to a silylation compound, for example
Me,SiNMe,.

In some embodiments the second surface 330, 331 of the
substrate may comprise a dielectric surface as described
herein above. In some embodiments the second surface 330,
331 of the substrate may comprise, for example a S10,,
MgO, GeO,, or Al,O, surface. In some embodiments the
second surface 330, 331 of the substrate may comprise OH,
NH_, or SH, terminations.

In some embodiments, the selective deposition of Ru 310,
311 continues until a desired thickness of Ru 1s obtained on
the first surface. In some embodiments selective deposition
of the Ru 310, 311 continues until a desired number of
deposition cycles 1s completed. For example, in some
embodiments up to about 1-50 deposition cycles for selec-
tively depositing Ru are carried out.

In some embodiments, after Ru has been selectively
deposited on a first surface 340, 341 of a substrate relative
to a second, dielectric surface 330, 331 of the same sub-
strate, the Ru surface may optionally be passivated against
deposition of a dielectric by any of the methods described
herein above. Additionally, 1n some embodiments any pas-
sivation treatment that was optionally provided on the
second surface 330, 331 may optionally be removed. In
some embodiments the second surface 330, 331 may option-
ally be activated according to methods described herein
above.

After any optional surface treatment has been provided, a
dielectric 1s selectively deposited 320, 321 on the second
surface 330, 331 of the substrate relative to the selectively
deposited Ru surface of the same substrate according to
methods described herein above. Referring to FIG. 3A, and
in some embodiments the selectively deposited dielectric
may comprise GeQ,. Referring to FIG. 3B, and in some
embodiments the selectively deposited dielectric may com-
prise S10,. In some embodiments GeQO, 1s selectively depos-
ited 320 on a second surface 330 of the substrate using a
selective deposition process as described above wherein the
Ge precursor comprises Ge(NMe,), and the second reactant
comprises H,O. In some embodiments S10, 1s selectively
deposited 321 on a second surface 331 of the substrate using
a selective deposition process as described above wherein
the S1 precursor comprises H,Si1(NEt,), and the second
reactant comprises Oj.

In some embodiments, the selective deposition of the
dielectric 320, 321 continues until a desired thickness of
dielectric material 1s obtained on the second surface. In some
embodiments selective deposition of the dielectric matenal
320, 321 continues until a desired number of deposition
cycles 1s completed. For example, 1n some embodiments up
to about 1-50 deposition cycles for selectively depositing the
dielectric material are carried out.

In some embodiments deposition on the first surface 340,
341 of the substrate relative to the second surtace 330, 331
of the substrate, and/or on the second surtace of the substrate
330, 331 relative to the first surface of the substrate 340, 341
1s at least about 90% selective, at least about 95% selective,
at least about 96%, 97%, 98% or 99% or greater selective.
In some embodiments deposition only occurs on the first
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surface and does not occur on the second surface or only
occurs on the second surface and does not occur on the first
surtace.

In some embodiments deposition on the first surface of
the substrate 340, 341 relative to the second surface of the
substrate 330, 331 and/or on the second surface of the
substrate relative to the first surface 1s at least about 80%
selective, which may be selective enough for some particular
applications. In some embodiments the deposition on the
first surface of the substrate relative to the second surface of
the substrate 1s at least about 50% selective, which may be
selective enough for some particular application.

In some embodiments after a dielectric has been selec-
tively deposited 320, 321 on a second surface of a substrate
330, 331 relative to a selectively deposited Ru surface of the
same substrate any passivation layer or surface treatment
that may be present on the selectively deposited Ru surface
may optionally be removed according to any of the methods
described herein above. In some embodiments passivation
of the first surface can be performed during each dielectric
deposition cycle, as described herein above. For example, an
alkylamine passivation compound or HCOOH, or both may
contact the substrate during a dielectric deposition cycle, for
example GeO,, to passivate the first surface.

Although the dual selective deposition processes 300, 301

illustrated above proceeded with selective deposition of Ru
betore the selective deposition of a dielectric, one of skill in
the art will understand that a dual selective deposition
process may begin with the selective deposition of either Ru
or a dielectric prior to the selective deposition of a second
materal.

Example 1

Conditions for lack of Ru deposition have been observed,
in particular for processes using Ru(EtCp), as an Ru pre-
cursor and O,/O; as a second reactant on S10, and other
dielectric surfaces like MgQO, GeO,, Al,O;. In addition Ru
deposition tends not to occur when attempting ALD with
Ru(EtCp), as a Ru precursor and O,/0; as a second reaction
without a long incubation period, that 1s many ALD cycles
can occur without any growth on the dielectric surface. In
general, 1t has been observed that Ru(EtCp), does not react
with S1—OH groups. Additionally, other Ru precursors
disclosed herein may bring Ru to the dielectric surface
during a first cycle, but will then have a long growth
incubation time before any Ru film growth starts. Without
being bound by any one particular theory, 1t 1s thought that
Ru thin film growth requires Ru particles that are large
enough to dissociate O,, which will not occur at the dielec-
tric surface.

As Ru 1s selectively deposited on a first surface of the
substrate relative to a second dielectric surface of the same
substrate, a dielectric material 1s preferably selectively
deposited on a second, dielectric surface of the substrate
relative to the deposited Ru surface of the same substrate.
Two different Ru surface terminations have been tested for
selectivity with regards to dielectric deposition, namely a Cp
(cyclopentadienyl) ligand termination and an oxygen termi-
nation. For alkyl amide type metal precursors as disclosed
herein above, an oxygen terminated selectively deposited Ru
surface was observed to be the most de-active against
selective dielectric deposition as disclosed herein above.
Tables 1 and 2 show the LEIS analysis results below; after
S cycles of GeO, deposition the fraction of Ge on the surface
1s still very low.
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TABLE 1

Surface fraction of Ru and Ge after GeO,
ALD on a EtCp terminated Ru surface.

Number of Ru Ge as
GeO, ALD Surface fraction of
Cycles Fraction surface area
0 97.2 0
1 90.1 3.5
2 104.9 4.9
5 103.7 15.8
10 82.4 26.2
20 45.1 46.6
250 0 100
TABLE 2

Surface fraction of Ru and Ge after GeO,
ALD on a O, terminated Ru surface.

Number of Ru Ge as
GeO, ALD Surface fraction of
Cycles Fraction surface area
0 94 0
1 94.2 0.1
2 100.3 1.5
5 105.8 4
10 85.8 9.1
20 75.6 16.2
50 35.6 45.6
250 0 100

Without being bound by any one particular theory, 1t 1s
possible that Cp surface terminations leave uncoordinated
Ru sites for alkyl amide type precursors to interact with,
which 1s some embodiments can be passivated by an
alkylamine pulse prior to selective deposition of an oxide. In
some embodiments uncoordinated Ru sites may be passi-
vated by contacting the substrate with a passivating agent
during every dielectric selective deposition cycle, for
example a compound comprising an alkylamine can contact
the substrate during every GeO, or S10, selective deposition
cycle.

Again, without being bound by any one theory, it 1s
possible that the oxygen used 1n an Ru selective deposition
process may oxidize a Cu surface. Furthermore, In some
embodiments Ru selective deposition temperature may be
relatively high and the two metals can intermix, stopping the
Ru film growth. Theretfore, in a modified process flow 1t may
be preferably for a thin W layer to be selectively deposited
from WF . and disilane prior to starting Ru selective depo-
sition. However, to achieve selective deposition of W on the
Cu surface relative to the dielectric surface, the dielectric
surface 1s preferably deactivated by removing the OH
groups with a silylation compound, such as Me,SiNMe,,.
Dual Selective Growth of Cu or CuO and Dielectric

Referring to FIG. 4, and 1 some embodiments dual
selective deposition of Cu and a dielectric 400 can be
accomplished on a substrate comprising a first metal surface
440 and a second, different surface 430. In some embodi-
ments Cu can be selectively deposited 420 on the first metal
surface 440 by a selective deposition process as described
herein above. In some embodiments the Cu precursor used
in the dual selective deposition 420 process 1s Cu amidinate.

In some embodiments the first metal surface 440 com-
prises a CuO surface. In some embodiments the CuO surface
1s reduced to a Cu surface prior to selective deposition of Cu
420 by exposure to a reducing agent 450 according to

10

15

20

25

30

35

40

45

50

55

60

65

64

methods described herein above. In some embodiments the
second surface 430 of the substrate may comprise a dielec-
tric surface as described herein above. In some embodiments
the second surface 430 of the substrate may comprise, for
example a S10,, MgO, GeO,, or Al,O, surface. In some
embodiments the second surface 430 of the substrate may
comprise OH, NH_, or SH_ terminations. In some embodi-
ments either the first or second surface may optionally be
treated to enhance selective deposition according to the
methods described herein above prior to beginning selective
deposition.

In some embodiments a dielectric 1s selectively deposited
410 on the second surface 430 of the substrate relative to the
first surtace 440 of the same substrate according to methods
described herein above. In some embodiments the selec-
tively deposited dielectric may comprise GeQO,, as 1s
depicted 1n FIG. 4. In some embodiments the selectively
deposited dielectric may comprise S10,. In some embodi-
ments GeO, 1s selectively deposited 410 on a second surface
430 of the substrate using a selective deposition process as
described above wherein the Ge precursor comprises
Ge(NMe, ), and the second reactant comprises H,O.

In some embodiments, the selective deposition of the
dielectric 410 continues until a desired thickness of dielec-
tric material 1s obtained on the second surface 430. In some
embodiments selective deposition of the dielectric material
410 continues until a desired number of deposition cycles 1s
completed. For example, 1n some embodiments up to about
1-50 deposition cycles for selectively depositing the dielec-
tric material are carried out.

In some embodiments after selective deposition of a
dielectric 410 on a second surface of the substrate the
substrate may optionally be treated 450 to enhance selective
deposition according to the methods described herein above.
In some embodiments this may comprise exposing the first
surface 440 to a reducing agent. In some embodiments a
CuO surface may be exposed to HCOOH to thereby be
reduced to a Cu surface.

In some embodiments Cu 1s selectively deposited 420 on
a 1irst surface 440 of the substrate relative to the selectively
deposited dielectric surface of the same substrate. In some
embodiments Cu 1s selectively deposited by decomposition
of Cu amidinate as described herein above.

In some embodiments, the selective deposition of Cu 420
continues until a desired thickness of Cu 1s obtained on the
first surface. In some embodiments deposition on the first
surtace 440 of the substrate relative to the second surface
430 of the substrate, and/or on the second surface 430 of the
substrate relative to the first surface 440 of the substrate 1s
at least about 90% selective, at least about 95% selective, at
least about 96%, 97%, 98% or 99% or greater selective. In
some embodiments deposition only occurs on the first
surface 440 and does not occur on the second surface 430 or
only occurs on the second surface and does not occur on the
first surface.

In some embodiments deposition on the first surface 440
of the substrate relative to the second surface 430 of the
substrate and/or on the second surface 430 of the substrate
relative to the first surface 440 1s at least about 80%
selective, which may be selective enough for some particular
applications. In some embodiments the deposition on the
first surface of the substrate relative to the second surface of
the substrate 1s at least about 50% selective, which may be
selective enough for some particular application.

In some embodiments after Cu has been selectively
deposited 420 on a first surface 440 of a substrate relative to
a selectively deposited dielectric surface of the same sub-
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strate any passivation layer or surface treatment that may be
present on the selectively deposited dielectric surface may

optionally be removed according to any of the methods
described herein above. Additionally, 1n some embodiments
the selectively deposited Cu film may be oxidized to form a
CuO surface according to methods described herein above.

Although dual selective deposition process 400 illustrated
above began with selective deposition of a dielectric 410
betore the selective deposition of Cu 420, one of skill 1n the
art will understand that a dual selective deposition process
may begin with the selective deposition of either Cu or a
dielectric prior to the selective deposition of a second
material.

Example 2

Conditions for lack of GeO, deposition have been
observed, 1n particular for deposition processes using Ge
alkylamide and H,O on a CuO surface as compared to a W
surface. As 1llustrated by Tables 3 and 4 below, after 10
cycles of GeO, deposition the fraction of Ge on the CuO
surface 1s essentially negligible (Table 3), whereas GeO,
deposition has definitively occurred after 10 cycles on a W

surface (Table 4).

TABLE 3

Surface fraction of Cu and Ge
after GeO, ALD on Cu(QO).

Number of Cu Ge (At

GeO, ALD (At. % %
Cycles fraction) fraction)

5 35 0

10 30 0

50 12 12

250 2 24

TABLE 4
Surface fraction of W and Ge
after GeO, ALD on W.

Number of W Ge
GeO, ALD (At. % (At. %
Cycles fraction) fraction)

5 15 6

10 12 12

50 4 24

250 0 26

Further analysis was performed via LEIS, which showed
essentially no GeO, film growth after 20 GeO, ALD cycles.

As for the selectivity of Cu precursors, Cu(l) amidinates
have shown non-reactivity towards S10,, surfaces, particu-
larly S1i—OH terminated surfaces. Without being bound by
a particular theory, it 1s believed that the similarities between
GeO, and S10, leads to similar surface behavior with respect
to Cu(l) amidinates.
Dual Selective Growth of Sb and W

Referring to FIG. 5, and i some embodiments dual
selective deposition of W and Sb 500 can be accomplished
on a substrate comprising a first surface 540 and a second
different surface 330. In some embodiments Sb can be
selectively deposited on a second surface 530 by a selective
deposition process 310 as described herein above. In some
embodiments the Sb precursors used 1n the selective depo-

sition process 510 are Sb(S1(CH,);); and Sb(Cl;. In some
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embodiments W can be selectively deposited on a first
surface 540 by a selective deposition process 520 as
described herein above. In some embodiments the first
precursor used 1n the selective deposition process 1s disilane
and the W precursor 1s WE .

In some embodiments dual selective deposition of W and
Sb 500 can be accomplished on a substrate comprising a first
metal surface 540 and a second, dielectric surface 530. In
some embodiments W and Sb can be selectively deposited
on a substrate comprising a first dielectric surface and a
second, different surface. In some embodiments the first
surface 540 may comprise Cu, or CuQO. In some embodi-
ments the first surface may comprise a silicon surface. In
some embodiments the first silicon surface can comprise
S1—H terminations. In some embodiments the second sur-
face 530 an comprise a hydrophilic surface. In some
embodiments the second surface 530 can comprise an OH,
NH , or SH, terminated surface. In some embodiments the
second surface 530 can comprise a S10, or other dielectric
surface.

In some embodiments the substrate 1s optionally treated
550 to enhance selective deposition according to the meth-
ods described herein above prior to beginning selective
deposition. In some embodiments the second, CuO surface
1s exposed to a reducing agent and reduced to a Cu surface
at 550 according to methods described herein above prior to
the beginning of a selective deposition process. In some
embodiments a previously reduced metal surface may addi-
tionally be deactivated according to the methods described
herein above. In some embodiments the previously reduced
surface may be deactivated by exposure to disilane to
produce a S1—H terminated surface.

In some embodiments Sb 1s selectively deposited 510 on
the second surface 530 of the substrate relative to the first
surface 540 of the same substrate according to methods
described herein above. In some embodiments the Sb pre-
cursors used 1n the selective deposition process are Sbh(Si

(CH,),), and ShCl,.

In some embodiments, the selective deposition of Sb 510
continues until a desired thickness of Sb 1s obtained on the

second surface 530. In some embodiments selective depo-
sition of Sb 5310 continues until a desired number of depo-
sition cycles 1s completed. For example, 1n some embodi-
ments up to about 1-50 deposition cycles for selectively
depositing Sb are carried out.

In some embodiments after selective deposition of Sb 510
on a second surface 530 of the substrate may optionally be
treated to enhance selective deposition according to the
methods described herein above.

In some embodiments W 1s selectively deposited 520 on
a first surface 540 of the substrate relative to the selectively
deposited Sb surface of the same substrate. In some embodi-
ments W 1s selectively deposited 520 according to methods
described herein above. In some embodiments the first
precursor used i1n the selective deposition 520 process 1s
disilane and the W precursor 1s WE...

In some embodiments, the selective deposition of W 520
continues until a desired thickness of W 1s obtained on the
first surface. In some embodiments deposition on the {first
surtace 540 of the substrate relative to the second surface
530 of the substrate, and/or on the second surface 530 of the
substrate relative to the first surface 540 of the substrate 1s
at least about 90% selective, at least about 95% selective, at
least about 96%, 97%, 98% or 99% or greater selective. In
some embodiments deposition only occurs on the first
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surface and does not occur on the second surface or only
occurs on the second surface and does not occur on the first
surface.

In some embodiments deposition on the first surface 540
of the substrate relative to the second surface 530 of the
substrate and/or on the second surface of the substrate
relative to the first surface 1s at least about 80% selective,
which may be selective enough for some particular appli-
cations. In some embodiments the deposition on the first
surtace of the substrate relative to the second surface of the
substrate 1s at least about 50% selective, which may be
selective enough for some particular application.

In some embodiments after W has been selectively depos-
ited 520 on a first surface 540 of a substrate relative to a
selectively deposited Sb surface of the same substrate any
passivation layer or surface treatment that may be present on
the selectively deposited Sb surface may optionally be
removed according to any of the methods described herein
above.

Although dual selective deposition process 500 illustrated
above began with selective deposition of Sb 510 before the
selective deposition of W 3520, one of skill in the art waill
understand that a dual selective deposition process may

begin with the selective deposition of either W or Sb prior
to the selective deposition of a second material.
Dual Selective Growth of N1{O) and GeQO,

Referring to FIG. 6, and 1 some embodiments dual
selective deposition 600 of GeO, and Ni or N1O can be
accomplished on a substrate comprising a first surface 640
and a second, different surface 630. In some embodiments
GeQ, can be selectively deposited on a first surface 640 by
a seclective deposition process 620 as described herein
above. In some embodiments N1 or N1O can be selectively
deposited on the second surface 630 by a selective deposi-
tion process 610 as described herein above. In some embodi-
ments the N1 precursor used in the selective deposition
process 610 comprises a nickel betadiketiminato compound,
such bis(4-N-ethylamino-3-penten-2-N-ethyliminato)nickel
(II) [N1(EtN-EtN-pent),]. In some embodiments the Ge
precursor used in a selective deposition process 620 com-
prises Ge(NMe,), and the second reactant comprises H,O.
In some embodiments N1 or N1O 1s preferably selectively
deposited prior to the selective deposition of GeO.,.

In some embodiments the first surface 640 comprises a
dielectric material. In some embodiments the first surface
640 comprises S1—H surface terminations. In some embodi-
ments the first surface comprises a metal. In some embodi-
ments the second surface 630 comprises a hydrophilic
surface. In some embodiments the hydrophilic surface com-
prises a dielectric surface, such as S10,. In some embodi-
ments the hydrophilic surface comprises OH, NH , or SH_
terminations. In some embodiments the substrate surface
may optionally be treated to enhance selective deposition
according to the methods described herein above.

In some embodiments N1 or N1O 1s selectively deposited
610 on a second surface 630 of the substrate relative to the
selectively deposited dielectric surface of the same sub-
strate. In some embodiments N1 or Ni1O 1s selectively
deposited 610 by decomposition of bis(4-N-ethylamino-3-
penten-2-N-ethyliminato)mickel (II) as described herein
above. In some embodiments Ni1O 1s selectively deposited
by adsorption of N1 compounds, such as bis(4-N-ethyl-
amino-3-penten-2-N-ethyliminato)nickel (II) followed by
oxidation of the Ni compound to form Ni1O. In some
embodiments N10 1s selectively deposited by self-limiting
adsorption of N1 compounds, such as bis(4-N-ethylamino-
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3-penten-2-N-ethyliminato)mckel (II) as described herein
above followed by oxidation of the N1 compound to form up
to molecular layer of N10O.

In some embodiments, the selective deposition of N1 or
N10O 610 continues until a desired thickness of N1 or N1O 1s
obtained on the second surftace 630.

In some embodiments deposition on the first surface 640
of the substrate relative to the second surface 630 of the
substrate, and/or on the second surface 630 of the substrate
relative to the first surface 640 of the substrate 1s at least
about 90% selective, at least about 95% selective, at least
about 96%, 97%, 98% or 99% or greater selective. In some
embodiments deposition only occurs on the first surface and
does not occur on the second surface or only occurs on the
second surface and does not occur on the first surface.

In some embodiments deposition on the first surface of
the substrate relative to the second surftace of the substrate

and/or on the second surtace of the substrate relative to the
first surface 1s at least about 80% selective, which may be

selective enough for some particular applications. In some
embodiments the deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 50% selective, which may be selective enough
for some particular application.

In some embodiments the substrate 1s oxidized following
the selective deposition of N1 610 according to methods
described herein above. In some embodiments the oxidation
produces OH surface terminations on the first surface 640 of
the substrate. In some embodiments the oxidation oxidizes
the selectively deposited Ni to form Ni(O).

In some embodiments GeO, 1s selectively deposited 620
on a first surface 640 of the substrate using a selective
deposition process as described above wherein the Ge
precursor comprises Ge(NMe,), and the second reactant
comprises H,O. In some embodiments, the selective depo-
sition of GeO, 620 continues until a desired thickness of
GeQO, 1s obtained on the first surface. In some embodiments
selective deposition of GeO, 620 continues until a desired
number of deposition cycles 1s completed. For example, in
some embodiments up to about 1-30 deposition cycles for
selectively depositing GeO, are carried out.

In some embodiments after GeO, has been selectively
deposited 620 on a first surface 640 of a substrate relative to
a selectively deposited Ni surface of the same substrate any
passivation layer or surface treatment that may be present on
the selectively deposited Ni or N1(O) surface may optionally
be removed according to any of the methods described
herein above.

Although dual selective deposition process 600 1llustrated
above began with selective deposition of N1 610 before the
selective deposition of GeO, 620, one of skill 1in the art will
understand that a dual selective deposition process may
begin with the selective deposition of either GeO.,, or N1 prior
to the selective deposition of a second material.

Example 3

A nickel surface can be oxidized to passivate 1t against
subsequent germanium oxide deposition, forming Ni(O).
LEIS analysis showed some incubation, no growth, or very
little growth of GeO, on a Ni1(O) surface:
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TABLE 5

Surface fraction of N1 and Ge after
(e, ALD on Ni1(O) surface.

Number of N1 Surface Ge Surface
GeO, ALD Fraction Fraction
Cycles (%) (%)
1 100 0
2 96 0
5 62 2
10 76 2
20 32 4
50 52 40
250 0 60

Dual Selective Growth of N1 and W
Referring to FIG. 7A and FIG. 7B, and 1n some embodi-

ments dual selective deposition of W and N1 700, 701 can be

accomplished on a substrate comprising a first surface 740,
741 and a second difterent surface 730, 731. In some

embodiments N1 can be selectively deposited on a second
surtace 730, 731 by a selective deposition process 710, 711
as described herein above. In some embodiments the Ni
precursor used 1n the selective deposition process 710, 711
comprises a nickel betadiketiminato compound, such bis(4-
N-ethylamino-3-penten-2-N-ethyliminato)nickel (II) [INi
(EtN-EtN-pent)2]. In some embodiments W can be selec-
tively deposited on a first surface 740, 741 by a selective
deposition process 720, 721 as described herein above. In
some embodiments the first precursor used 1n the selective
deposition process 1s disilane and the W precursor 1s WE...

Referring to FIG. 7A, and 1n some embodiments W and
N1 can be selectively deposited 700 on a substrate compris-
ing a first dielectric surface 740 and a second, different
surface 730. Referring to FIG. 7B, and in some embodi-
ments dual selective deposition of W and N1 701 can be
accomplished on a substrate comprising a first metal surface
741 and a second, dielectric surface 731. In some embodi-
ments the first surface 741 may comprise Cu, or CuO. In
some embodiments the first surface 740 may comprise a
silicon surface. In some embodiments the first silicon sur-
tace 740 can comprise S1—H terminations. In some embodi-
ments the second surface 730, 731 can comprise a hydro-
philic surface. In some embodiments the second surface can
comprise an OH, NH_, or SH_ terminated surface. In some
embodiments the second surface can comprise a S10, or
other dielectric surface.

In some embodiments the substrate 1s optionally treated to
enhance selective deposition 751 according to the methods
described herein above prior to beginning selective deposi-
tion. In some embodiments the second, CuO surface is
exposed to a reducing agent and reduced to a Cu surface
according to methods described herein above prior to the
beginning of a selective deposition process. In some
embodiments a previously reduced metal surface may addi-
tionally be deactivated according to the methods described
herein above. In some embodiments the previously reduced
surface may be deactivated by exposure to disilane 751 to
produce a S1—H terminated surface.

In some embodiments N1 1s selectively deposited 710, 711
on the second surface 730, 731 of the substrate relative to the
first surtace 740, 741 of the same substrate according to
methods described herein above. In some embodiments the
N1 precursor used 1n the selective deposition process com-
prises a nickel betadiketiminato compound, such bis(4-N-
cthylamino-3-penten-2-N-ethyliminato )nickel (II) [N1(EtN-
EtN-pent)2].
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In some embodiments, the selective deposition of N1 710,
711 continues until a desired thickness of N1 1s obtained on
the second surface. In some embodiments selective deposi-
tion of N1 710, 711 continues until a desired number of
deposition cycles 1s completed. For example, in some
embodiments up to about 1-30 deposition cycles for selec-
tively depositing Ni are carried out.

In some embodiments after selective deposition of N1 on
a second surface of the substrate the substrate may option-
ally be treated to enhance selective deposition according to
the methods described herein above.

In some embodiments W 1s selectively deposited 720, 721
on a first surface 740, 741 of the substrate relative to the
selectively deposited N1 surface of the same substrate. In
some embodiments W 1s selectively deposited 720, 721
according to methods described herein above. In some
embodiments the first precursor used in the selective depo-
sition process 1s disilane and the W precursor 1s WE..

In some embodiments, the selective deposition of W 720,
721 continues until a desired thickness of W 1s obtained on
the first surface. In some embodiments deposition on the first
surface 740, 741 of the substrate relative to the second
surface 730, 731 of the substrate, and/or on the second
surface 730, 731 of the substrate relative to the first surface
740, 741 of the substrate 1s at least about 90% selective, at
least about 95% selective, at least about 96%, 97%, 98% or
99% or greater selective. In some embodiments deposition
only occurs on the first surface and does not occur on the
second surface or only occurs on the second surface and
does not occur on the first surface.

In some embodiments deposition on the first surface of
the substrate relative to the second surface of the substrate
and/or on the second surface of the substrate relative to the
first surface 1s at least about 80% selective, which may be
selective enough for some particular applications. In some
embodiments the deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 50% selective, which may be selective enough
for some particular application.

In some embodiments atter W has been selectively depos-
ited 720, 721 on a first surface of a substrate 740, 741
relative to a selectively deposited N1 surface of the same
substrate any passivation layer or surface treatment that may
be present on the selectively deposited Ni surface may
optionally be removed according to any of the methods
described herein above.

Although the dual selective deposition processes 700, 701
illustrated above began with selective deposition of N1 710,
711 belore the selective deposition of W 720, 721, one of
skill in the art will understand that a dual selective deposi-
tion process may begin with the selective deposition of
either W or N1 prior to the selective deposition of a second
material.

Dual Selective Growth of Al and S10,

Referring to FIG. 8, and in some embodiments dual
selective deposition of an Al film and a $10,, film 800 can be
accomplished on a substrate comprising a first metal surface
840 and a second dielectric surface 830. In some embodi-
ments Al can be selectively deposited on the first metal
surface 840 by a selective deposition process 810 as
described herein above. In some embodiments the Al pre-
cursor used in the dual selective deposition process com-
prises DMAH or DMEAA.

In some embodiments Al 1s selectively deposited 810 on
a first metal surface 840 of a substrate. In some embodi-
ments the first metal surface 840 comprises a CuO surface.
In some embodiments the CuO surface 1s reduced to a Cu
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surface prior to selective deposition of Al by exposure 850
to a reducing agent according to methods described herein
above.

In some embodiments the second surface 830 of the
substrate may comprise a dielectric surface as described
herein above. In some embodiments the second surface 830
of the substrate may comprise, for example a S10,. In some
embodiments the second surface of the substrate may com-
prise MgO, GeO,, or Al,O, surface. In some embodiments
the second surface of the substrate may comprise OH, NH _,
or SH, terminations.

In some embodiments, the selective deposition of Al 810
continues until a desired thickness of Al 1s obtained on the
first surface. In some embodiments selective deposition of
the Al continues until a desired number of deposition cycles
1s completed. For example, in some embodiments up to
about 1-50 deposition cycles for selectively depositing Al
are carried out.

In some embodiments, after Al has been selectively
deposited on a first surface 840 of a substrate relative to a
second, dielectric surface 830 of the same substrate, the Al
surface may optionally be passivated against deposition of
S10, by any of the methods described herein above. Addi-
tionally, 1n some embodiments any passivation treatment
that was optionally provided on the second surface may
optionally be removed. In some embodiments the second
surface may optionally be activated according to methods
described herein above.

After any optional surface treatment has been provided,
S10, 1s selectively deposited 820 on the second surface 830
of the substrate relative to the selectively deposited Al
surface of the same substrate according to methods
described herein above. In some embodiments S10, 1s selec-
tively deposited 820 on a second surface 830 of the substrate
using a selective deposition process as described above
wherein the S1 precursor comprises H,S1(NEt,), and the
second reactant comprises O,.

In some embodiments, the selective deposition of S10,
820 continues until a desired thickness of S10., material 1s
obtained on the second surface 830. In some embodiments
selective deposition of the S10, material continues until a
desired number of deposition cycles 1s completed. For
example, in some embodiments up to about 1-50 deposition
cycles for selectively depositing the S10, material are car-
ried out.

In some embodiments deposition on the first surface 840
ol the substrate relative to the second surface 830 of the
substrate, and/or on the second surface 830 of the substrate
relative to the first surface 840 of the substrate 1s at least
about 90% selective, at least about 95% selective, at least
about 96%, 97%, 98% or 99% or greater selective. In some
embodiments deposition only occurs on the first surface and
does not occur on the second surface or only occurs on the
second surface and does not occur on the first surface.

In some embodiments deposition on the first surface of
the substrate relative to the second surface of the substrate
and/or on the second surface of the substrate relative to the
first surface 1s at least about 80% selective, which may be
selective enough for some particular applications. In some
embodiments the deposition on the first surface of the
substrate relative to the second surface of the substrate 1s at
least about 50% selective, which may be selective enough
for some particular application.

In some embodiments after S10, has been selectively
deposited 820 on a second surface 830 of a substrate relative
to a selectively deposited Al surface of the same substrate
any passivation layer or surface treatment that may be
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present on the selectively deposited Al surface may option-
ally be removed according to any of the methods described
herein above. In some embodiments etching of the Al
surface 860 1s optional and may be desired, for example, to
remove any S10, that has been deposited on the Al surface.

Although dual selective deposition process 800 1llustrated
above began with selective deposition of Al 810 before the
selective deposition of S10, 820, one of skill 1n the art will
understand that a dual selective deposition process may
proceed with the selective deposition of either S10, or Al
prior to the selective deposition of a second material.

What 1s claimed 1s:

1. A method comprising:

selectively depositing a dielectric maternial on a dielectric

surface of a substrate relative to a metal surface of the
substrate by a vapor deposition process comprising at
least one deposition cycle comprising alternately and
sequentially contacting the substrate with a first pre-
cursor and a first reactant; and

selectively depositing a metal on the metal surface of the

substrate relative to the dielectric surface of the sub-
strate by a vapor deposition process comprising at least
one deposition cycle comprising alternately and
sequentially contacting the substrate with a second
metal precursor and a second reactant,

wherein the first precursor comprises a first metal precur-

sor and the first reactant comprises an oxygen source.

2. The method of claim 1, wherein the metal comprises
Sh, Ge, Ru, W, Cu, Al, N1 or Co.

3. The method of claim 1, wherein the metal 1s selected
from Ru, W and Co.

4. The method of claim 1, wherein the metal 1s selected
from Cu, Al and Ni.

5. The method of claim 1, wherein the dielectric material
comprises germanium oxide, antimony oxide, bismuth
oxide, magnesium oxide, aluminum oxide, silicon oxide,
nickel oxide, 1rron oxide, titanium oxide or cobalt oxide.

6. The method of claim 1, wherein the dielectric material
1s silicon oxide.

7. The method of claim 1, wherein the dielectric material
1s titanium oxide or aluminum oxide.

8. The method of claim 1, wherein the dielectric material
1s magnesium oxide or germanium oxide.

9. The method of claim 1, wherein the dielectric surface
of the substrate and the metal surface of the substrate are
adjacent.

10. The method of claim 1, wherein the first metal
precursor 1s selected from the group consisting of metal
betadiketonate compounds, metal betadiketiminato com-
pounds, metal aminoalkoxide compounds, metal amidinate
compounds, metal cyclopentadienyl compounds, and metal
carbonyl compounds.

11. The method of claim 1, wherein the oxygen source 1s
selected from a group consisting of: water, ozone, molecular
oxygen, N,O, NO, NO,, CIO,, HCIO,, peracids, alcohols,
oxygen radicals, hydroxyl radical, and H,QO.,,.

12. The method of claim 1, wherein from 1 to 50
deposition cycles for selectively depositing the metal are
carried out prior to selectively depositing the dielectric
material.

13. The method of claim 1, wherein the metal 1s deposited
on the metal surface of the substrate relative to the dielectric
surface of the substrate with a selectivity of at least about
80%.

14. The method of claim 1, further comprising passivating
the metal surface of the substrate prior to selectively depos-
iting the dielectric material on the dielectric surface.
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15. The method of claim 1, further comprising treating the
dielectric surface to inhibit deposition of the metal thereon
prior to depositing the metal on the metal surface.

16. The method of claim 1, wherein at least one of
selectively depositing the dielectric material and selectively 5
depositing the metal comprises an atomic layer deposition
(ALD) process.

17. The method of claim 1, wherein one of selectively
depositing the dielectric material and selectively depositing
the metal comprises a chemical vapor deposition (CVD) 10
process.

18. The method of claim 1, wherein the dielectric surtace
comprises S10,, MgO, GeO,, or Al,O,.

19. The method of claim 1, wherein the metal surface
comprises a metal selected from a group consisting of Cu, 15
Ru, Al, W, N1, Co and Sb.

20. The method of claim 1, wherein the metal surface is
oxidized to provide a metal oxide surface prior to depositing
the dielectric material on the dielectric surface.

21. The method of claim 1, wherein the dielectric material 20
1s selectively deposited on the dielectric surface of the
substrate and the metal 1s selectively deposited on the metal
surface of the substrate without further processing in
between selective deposition of the dielectric material and
selective deposition of the metal. 25

22. The method of claim 1, wherein the dielectric material
1s selectively deposited on the dielectric surface of a sub-
strate and the metal 1s selectively deposited on the metal
surface of the substrate without an airbreak i1n between
selective deposition of the dielectric material and selective 30
deposition of the metal.
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